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Abstract: In this study, we prepared a mesoporous carbon with hexagonally packed 

mesopores through evaporation-induced self-assembly (EISA)—with the diblock copolymer 

poly(ethylene oxide-b-ε-caprolactone) (PEO-b-PCL) as the template (EO114CL84), phenolic 

resin as the carbon precursor, hexamethylenetetramine (HMTA) as the curing agent, and 

star octakis-PEO-functionalized polyhedral oligomeric silsesquioxane (PEO–POSS) as the 

structure modifier—and subsequent carbonization. We then took the cylindrical mesoporous 

carbon as a loading matrix, with AgNO3 and Pd(NO3)2 as metal precursors, to fabricate  

Ag nanowire/mesoporous carbon and Pd nanoparticle/mesoporous carbon nanocomposites, 

respectively, through an incipient wetness impregnation method and subsequent reduction 

under H2. We used transmission electron microscopy, electron diffraction, small-angle  

X-ray scattering, N2 isotherm sorption experiment, Raman spectroscopy, and power X-ray 

diffraction to investigate the textural properties of these nanometal/carbon nanocomposites. 

Most notably, the Raman spectra of the cylindrical mesoporous carbon, Ag/mesoporous 

carbon, and Pd/mesoporous carbon revealed interesting phenomena in terms of the ratios of 

the intensities of the D and G bands (ID/IG), the absolute scattering intensities, and the 

positions of the D bands. 
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1. Introduction 

Evaporation-induced self-assembly (EISA) has been developed aggressively as a strategy for the 

fabrication of mesoporous nanostructures because of its broad applicability to soft templating using 

various block copolymer templates [1–12]. Prior to its development, the pore sizes of mesoporous 

carbons were limited to approximately 5–10 nm as a result of the need for copolymer templates of low 

molecular weight [13,14]. The EISA method made it feasible to regulate pore structures and pore sizes 

and allowed the preparation of various mesoporous materials from water-insoluble systems, including 

mesoporous silicas [2,7,8,10,15–18], mesoporous resins [3,6,9,11], mesoporous TiO2 [19–21], and 

mesoporous carbons [2,4,12,16,22–24]. The typical procedure used to prepare ordered mesoporous 

carbons, so-called “template synthesis” [25–30], involves the use of mesoporous silicas as hard 

templates, impregnation of carbon precursors into their mesochannels, carbonization under an inert 

gas, and finally dissolving the hard template of the “ordered mesoporous silica” through etching in 

HF(aq). Although such template syntheses have been used broadly, they can be ineffective means of 

fabrication of mesoporous carbons because of the many steps required and complicated processing. To 

simplify the construction of mesoporous carbons, a clear method through EISA has been developed. 

Similar to the inorganic/organic assembly of mesoporous silicas, the EISA method can provide great 

success in the preparation of mesoporous resins and carbons through organic/organic self-assembly. 

Mesoporous carbons have many potential applications both industrially and scientifically—for example, 

in adsorption [31–34], separation [32,34], solar cells [35], and electrodes [36]. One of the important 

applications of mesoporous carbons is their use as matrices for the preparation of nanometal/mesoporous 

carbon composites [37–41], similar to mesoporous carbons; there has also been some research into the 

preparation of various nanometal/mesoporous carbon composites for applications in catalysis [42,43] 

and adsorption [33]. 

Raman spectroscopy is an excellent method for analyzing the structures and properties of various 

carbon materials, including active carbon [44], carbon nanotubes [45,46], and mesoporous carbon [47,48]. 

In addition to the two well-known crystalline structures of natural carbon materials, diamond and 

graphite, there is a wide range of carbons with disordered forms. In general, two signals that characterize 

mesoporous carbons typically appear in their Raman spectra: one, near 1582 cm−1 (the so-called  

“G band”), is assigned to the in-plane displacement of carbon atoms in hexagonal carbon sheets,  

while the other, near 1357 cm−1 (the “D band”), is representative of disordered bands of carbon, 

corresponding to turbostratic carbon layers or very small graphitic domains. The ratio of the intensities 

of the D and G bands (i.e., ID/IG) can provide information relating to the degree of graphitization;  

for example, a lower value of ID/IG corresponds to a higher degree of graphitization [38,43,47–49].  

The Raman signals of mesoporous carbon can be enhanced by the effect of the surface plasmon 

resonance of Ag nanoparticles [39,50]; in addition, the locations of the Raman signals of Pd-doped 

carbon materials are typically slightly lower than those of pure graphitic materials and also lower than 

those reported for ordered mesoporous carbons synthesized using the hard-template method, 

presumably because of the minor disorientation of the carbon-containing molecules during the  

self-template method [33]. Therefore, a Raman spectrum can reveal not only the degree of graphitization 

of a pure mesoporous carbon but also the effects of interactions between various nanometals and the 

carbon matrix. 
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The related studies of Ag/mesoporous carbon nanocomposites also received much attention 

recently. For example, Jaroniec et al. prepared soft-templating synthesis of ordered mesoporous 

carbons (OMCs) in the presence of tetraethyl orthosilicate (TEOS), and silver nitrate was carried out in 

order to introduce silver nanoparticles and to create additional microporosity in these materials [51]. 

Huang et al. studied the ordered mesoporous carbon-reduced graphene oxide (OMC-RGO) composites 

that are prepared through the organic-organic self-assembly method [52]. Lu et al. displayed the  

Ag nanoparticles (Ag NPs) supported on nitrogen-doped ordered mesoporous carbon (N-OMC) were 

fabricated by one-pot synthesis strategy, in which 2D hexagonally ordered mesoporous SBA-15 and 

aniline were used as template and carbon precursor, respectively [53]. Compared to the related studies 

recently, we have discussed the properties of unique Ag/mesoporous carbon nanocomposites that took 

our mesoporous phenolic resin with typical hexagonal cylindrical structures as the carbon sources. 

In previous studies, we employed EISA—with the diblock copolymer poly(ethylene oxide-b-ε-

caprolactone) (PEO-b-PCL) as the template, phenolic resin as the matrix precursor, and 

hexamethylenetetramine (HMTA) as the curing agent—to prepare a series of mesoporous phenolic 

resins [6]. Moreover, we blended in the star octakis-PEO-functionalized polyhedral oligomeric 

silsesquioxane (PEO–POSS) to induce higher ordering of the mesostructures as well as mesophase 

transformations of the mesoporous phenolic structures [9]. In this present study, we used a mesoporous 

phenolic resin possessing a hexagonal cylindrical structure as the carbon precursor for the preparation of 

mesoporous carbon under a N2 atmosphere at 800 °C; subsequently, we employed this product and  

a simple incipient wetness strategy to fabricate Ag/mesoporous carbon and Pd/mesoporous carbon 

nanocomposites (Scheme 1). We have used transmission electron microscopy (TEM), small-angle X-ray 

scattering (SAXS), N2 adsorption/desorption isotherms, electron diffraction, Raman spectroscopy, and 

power X-ray diffraction (XRD) to characterize all of these mesoporous carbon and metal/carbon samples. 

Scheme 1. Preparation of mesoporous phenolic, mesoporous carbon, and 

metal/mesoporous carbon. 
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2. Experimental Section 

2.1. Materials 

Monomethoxy-poly(ethylene glycol) having a molecular weight of 5000 (PEO114) was obtained 

from Fluka (Buchs, Switzerland). ε-Caprolactone (ε-CL, Acros, St. Louis, MO, USA) was purified 

through vacuum distillation over CaH2. Stannous(II) octoate (Sn(Oct)2, Sigma, St. Louis, MO, USA) 

was used as received. Star PEO–POSS (molecular weight: 5576 g/mol) was purchased from Hybrid 

Plastics (Hattiesburg, MS, USA). Silver nitrate (AgNO3) and palladium(II) nitrate dehydrate were 

purchased from Aldrich (St. Louis, MO, USA). The phenolic was synthesized through a condensation 

reaction with H2SO4, producing a material with an average molecular weight (Mn = 500) similar to 

those described previously [6], EtOH (95%) and tetrahydrofuran (THF, >99%) were purchased from 

ECHO (Kaohsiung, Taiwan). Diblock copolymers were prepared through the ring-opening 

polymerization (ROP) of ε-CL in the presence of PEO114 and Sn(Oct)2. The reaction mixtures were 

prepared by introducing a desired volume of ε-CL monomer into a silanized flask containing a  

pre-weighed amount of PEO114 under a N2 atmosphere. Several drops of Sn(Oct)2 were added and then 

the flask was connected to a vacuum line, evacuated, sealed off, and heated at 130 °C. After 24 h, the 

resulting block copolymers were dissolved in CH2Cl2 and precipitated in an excess of cold n-hexane. 

The polymers were dried at 40 °C under vacuum. 

2.2. Mesoporous Carbons Templated by PEO-b-PCL Copolymers 

Mesoporous carbons were prepared using an EISA strategy with PEO-b-PCL as the template, THF 

as the solvent, and phenolic resin as the carbon source. In a typical synthesis, phenolic resin, HMTA, 

EO114CL84 (Mn = 14,600; PDI = 1.31), and star PEO–POSS were mixed in THF until the solution 

became homogenous. The THF was evaporated slowly at room temperature and then the sample was 

vacuum-dried at 30 °C for 1 day. Curing of the samples was performed under the following 

temperature profile: 100 °C for 2 h, then 150 °C for 2 h, and then 190 °C for 2 h. Pyrolysis of the 

crosslinked samples was performed in a tubular furnace under N2 at 800 °C for 3 h at a heating rate  

of 5 °C/min. 

2.3. Metal/Mesoporous Carbon Composites 

To prepare nanometals within nanoscale channels, a mesoporous carbon powder having a specific 

structure (20 mg) was soaked in a tiny amount of a saturated solution of the metal precursor (ca. 13 mg 

of metal precursor in several drops of water). The product was filtered off, quickly rinsed with a little 

EtOH, and subjected to thermal treatment to decompose the impregnated metal precursor and form the 

metal nanostructures (reduction conditions for Ag: 250 °C for 1 h, heating at a rate of 1 °C/min to  

350 °C, and then maintaining that temperature for 2 h; for Pd: 75 °C for 0, 2, or 4 h, then heating at  

1 °C/min to 200 °C, and then maintaining that temperature for 2 h; atmosphere: 10% H2 and 90% N2). 
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2.4. Characterization 

1H-NMR spectra were recorded at room temperature using a Bruker AM 500 (500 MHz) 

spectrometer (Taipei, Taiwan), with the residual proton resonance of the deuterated solvent acting as 

the internal standard. Molecular weights were determined through gel permeation chromatography 

(GPC) using a Waters 510 high-performance liquid chromatograph equipped with a 410 differential 

refractometer (Milford, MA, USA) and three Ultrastyragel columns (100, 500, and 103 Å) (Hewlett 

Packard, Avondale, PA, USA), with dimethylformamide (DMF) as the eluent (flow rate: 0.4 mL/min). 

SAXS was performed using a NANOSTAR U small-angle X-ray scattering system (Bruker AXS, 

Karlsruhe, Germany) and Cu Kα radiation (30 W, 50 kV, 600 μA). The d-spacings were calculated 

using the formula: 

d = 2π/q (1)

where q is the scattering vector. TEM images were recorded using a JEOL 3010 microscope  

(Tokyo, Japan) operated at 200 kV; samples for TEM measurement were suspended in EtOH  

and supported onto a holey carbon film on a Cu grid. Nitrogen adsorption/desorption isotherms  

were measured at −196 °C using an ASAP 2020 analyzer (Micromeritics, Norcross, GA, USA);  

prior to measurements, the samples were degassed under vacuum at 200 °C for at least 6 h. The  

Brunauer–Emmett–Teller (BET) method was used to calculate the specific surface areas and pore 

volumes; pore size distributions were derived from the adsorption branches of the isotherms by using 

the Barrett–Joyner–Halenda (BJH) model. XRD patterns were recorded using a German Bruker AXS 

D8 ADVANCE X-ray diffractometer and Cu Kα radiation (λ = 1.541 Å) over a 2θ range from 30° to 

90° (Taipei, Taiwan). Raman spectra were recorded using a Jobin-Yvon T6400 micro-Raman system 

(Tokyo, Japan) with the 325 nm line of a He–Cd laser as the excitation source at room temperature. 

3. Results and Discussion 

3.1. Silver Nanowires within Mesochannels of Hexagonal Cylindrical Mesoporous Carbon 

To begin the study, we required a mesoporous carbon for use as the matrix for the construction of 

the nanometal/mesoporous carbon nanocomposites. To prepare the mesoporous carbon, we first used a 

simple ring-opening polymerization (ROP) to synthesize an amphiphilic diblock copolymer PEO–PCL, 

with a specific weight ratio of each segment (EO114CL84; NMR Mn = 14,600; PDI = 1.31) [5,6].  

Next, we combined the EO114CL84, phenolic resin, and PEO–POSS at a unique weight ratio 

(EO114CL84:phenolic resin:PEO–POSS = 50:50:22) and subjected the mixture to EISA and calcination 

steps to fabricate an hexagonal cylindrical mesoporous phenolic resin [9]. Finally, we carbonized our 

hexagonal cylindrical mesoporous carbon under a N2 atmosphere. With the mesoporous carbon in 

hand, we impregnated the Ag precursor (AgNO3) inside the hexagonal mesochannels by means of 

capillary force and then applied a reduction under H2 to obtain the Ag/mesoporous carbon nanocomposite. 

Figure 1a presents the SAXS patterns of the mesoporous carbon and the Ag/mesoporous carbon.  

For the mesoporous carbon, we observe one sharp primary peak and another ill-secondary peak, with 

an approximate ratio (q) of 1:	√3, consistent with hexagonally packing. After impregnation of the Ag 

nanowires, the primary reflection peak underwent an apparent collapse, consistent with a certain 
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degree of infilling of the Ag nanowires within the hexagonal mesochannels; in other words, imperfect 

infilling of the Ag precursors occurred during the impregnation step. For further confirmation of these 

phenomena, Figure 1b–e displays TEM images of the mesoporous carbon (Figure 1b,c) and 

Ag/mesoporous carbon (Figure 1d,e) viewed from the side of the hexagonal cylindrical structures  

(i.e., viewed from the (10) plane). Consistent with the SAXS data, the TEM image of the mesoporous 

carbon was typical of that expected for a side view of hexagonal packing (Figure 1b,c); on the other 

hand, some Ag nanowires were evident in Figure 1d,e, suggesting successful impregnation of the Ag 

nanowires within the hexagonal mesopores of the mesoporous carbon sample.  

Figure 1. (a) SAXS patterns of the hexagonal cylindrical mesoporous carbon and the 

Ag/cylindrical carbon; (b–e) TEM images of (b,c) the hexagonal cylindrical mesoporous 

carbon and (d,e) the Ag/cylindrical carbon. 

 

Figure 2 presents a TEM image of the Ag nanowires within the cylindrical mesopores (Figure 2a) 

and the corresponding selected-area electron diffraction pattern (Figure 2b); we observed polycrystalline 

distribution characteristics for the Ag metal, consistent with the indistinct diffraction rings of the (111), 

(200), (220), and (311) planes. XRD analysis of the Ag/mesoporous carbon sample revealed signals for 

the Ag metallic phase, representing the (111), (200), (220), and (311) reflections, respectively, upon 

increasing the value of 2θ (Figure 2c). The N2 sorption isotherms of the two mesoporous carbon 

samples are representative type-IV curves featuring one capillary condensation step (Figure 3a) and 

H1-like hysteresis loops, suggesting that the two mesoporous structures had cylinder-like pores 

(consistent with the TEM images and SAXS patterns). Figure 3b reveals that the pore sizes of the two 

samples were distributed in the approximate range 19.4–19.7 nm, as measured from the adsorption 

branches based on the Harkins–Jura model. The infilling ratio of Ag metal within the cylindrical 

mesopores was approximately 44%, calculated from the difference in pore volumes between the 
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mesoporous carbon and the Ag/mesoporous carbon. Table 1 lists the textural properties of sample 1 

(cylindrical mesoporous carbon) and sample 2 (Ag/mesoporous carbon). 

Figure 2. (a) TEM images; (b) selected-area electron diffraction pattern; and (c) powder 

XRD pattern of the Ag/cylindrical mesoporous carbon. 

 

Table 1. Textural properties of the mesoporous carbon and metal/mesoporous carbon samples. 

Sample 
d  

(nm) a 

Pore size 

(nm) 

SBET 

(m2/g) b 

SM 

(m2/g) b 

Pore 

volume 

(cm3/g) 

Micropore 

volume 

(cm3/g) 

Note ID/IG c 

Infilling 

ratio 

(%) d 

1 21.7 17.4 729 515 0.70 0.239 
Cylindrical 

mesoporous carbon 
0.996 – 

2 21.7 17.6 409 286 0.39 0.133 
Ag/mesoporous 

carbon 
1.116 44 

3 21.7 17.4 660 468 0.62 0.218 
Pd/mesoporous 

carbon 
1.009 11 

Notes: a The d-spacings were calculated using the formula d = 2π/q, b SBET and SM are the total BET surface area and 

micropore surface area calculated from the t-plots, respectively; c ID/IG was calculated from the intensity of the D and G 

bands in the Raman spectra; d Infilling ratio (%) = [pore volume (mesoporous carbon) − pore volume (nanocomposite)]/pore 

volume (mesoporous carbon).  
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Figure 3. (a) N2 adsorption/desorption isotherms and (b) pore size distribution curves of 

the hexagonal cylindrical mesoporous carbon and the Ag/cylindrical carbon.  

 

3.2. Palladium Nanometals within Mesochannels of Hexagonal Cylindrical Mesoporous Carbon 

For comparison with the Ag/mesoporous carbon system, we also prepared a Pd/mesoporous carbon 

nanocomposite using a similar procedure. Initially, we took advantage of capillary forces to permeate 

tiny amounts of Pd(NO3)2(aq) into the pores of the mesoporous carbon through an incipient wetness 

impregnation method; after calcination and reduction under H2, we obtained the Pd/mesoporous 

carbon. The infilling amount of the Pd nanometal was, however, too low to affect the original structure; 

as revealed in Figure 4a, the signals in the SAXS pattern of the Pd/mesoporous carbon were merely 

slightly weaker than those of the original reflection peaks of the mesoporous carbon. TEM images of 

the mesoporous carbon (Figure 4b,c) and the Pd/mesoporous carbon (Figure 4d,e) provided evidence 

for the existence of nanostructures. Consistent with the SAXS data, after impregnation of the Pd 

nanometal, some fragmentary Pd nanoparticles were dispersed within the hexagonally packed 

mesopores. We suggest two main reasons for the loading ratio of Pd being much lower than that of 

Ag:the solubility of the Pd precursor is lower than that of AgNO3 in water and the interaction between 

Pd(NO3)2 and the carbon surface is weaker than that between AgNO3 and the carbon surface.  
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Figure 4. (a) SAXS patterns of the hexagonal cylindrical mesoporous carbon and the 

Pd/cylindrical silica; (b–e) TEM images of (b,c) the hexagonal cylindrical mesoporous 

carbon and (d,e) the Pd/cylindrical carbon. 

 

Figure 5. (a) TEM images; (b) selected-area electron diffraction pattern; and (c) powder 

XRD pattern of the Ag/cylindrical mesoporous carbon prepared.  
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To obtain more information about the Pd/mesoporous carbon composite (Figure 5a), Figure 5b,c 

displays the electron diffraction and XRD analyses, respectively. In Figure 5b,c, the typical metallic Pd 

reflections, indicated as (111), (200), (220), (311), and (222), respectively, suggest that the Pd precursor 

had been reduced completely to form Pd nanostructures. The N2 sorption isotherms (Figure 6) of  

sample 3 (Pd/mesoporous carbon) are representative type-IV curves with sharp capillary condensation 

steps in the relative pressure range from 0.85 to 0.90, suggesting a regular mesostructure. Similar to 

that of sample 1 (cylindrical mesoporous carbon), the hysteresis loop exhibits a definite H1-like shape 

and a pore size of approximately 17.4 nm, measured based on the Harkins–Jura model. From the 

difference in pore volumes between samples 1 and 3 (Table 1), we calculate an infilling ratio of 11%; 

Table 1 lists all of the other textural properties of sample 3. 

Figure 6. (a) N2 adsorption/desorption isotherms and (b) pore size distribution curves of 

the hexagonal cylindrical mesoporous carbon and the Pd/cylindrical carbon. 

 

3.3. Raman Spectra of Mesoporous Carbon and Nanometal/Mesoporous Carbon Samples 

Figure 7 presents Raman spectra of the mesoporous carbon and the nanometal/mesoporous carbon 

samples from 1000 to 2000 cm−1. Three interesting features appear in these Raman spectra. The first is 

related to the ratio ID/IG (ratio of intensities of the D and G bands) of the different samples; the 

accuracy of intensity ratio is doubtful owing to the lack of baseline correction, in other words, the 

absolute value of ID/IG is meaningless, however, we could still determine the tendency of the degree of 

graphitization by the ratio ID/IG. Second, variations in the absolute scattering intensities of the different 

carbon samples (mesoporous carbon, Ag/mesoporous carbon, and Pd/mesoporous carbon) reveal the 

different interactions between the nanometals and the mesoporous carbons. Third, we look at the location 
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and intensity of the D bands in the Raman spectra of the three samples. We observed two peaks between 

1000 and 2000 cm−1 in the Raman spectra that we could attribute to the D band (ca. 1312 cm−1) and G 

band (ca. 1587 cm−1). The D band is typically representative of disordered carbon, corresponding to 

turbostratic carbon layers or very small graphitic domains; the G band is mainly assigned to in-plane 

displacement of carbon atoms in hexagonal carbon sheets [47–49]. Accordingly, the ID/IG ratio can be 

taken as reference for the variation of degree of graphitization. Table 1 lists the ID/IG ratios of the three 

samples: 0.996 for mesoporous carbon, 1.116 for Ag/mesoporous carbon, and 1.009 for the 

Pd/mesoporous carbon. Despite the ID/IG ratios, we could not find conclusive evidence for the degree 

of graphitization, but the variation of peak height is still apparent in Figure 7, especially for the 

Ag/mesoporous carbon sample. Some information could be gleaned from these values because we 

prepared our nanometal/mesoporous carbon samples from the same mesoporous carbon material. 

Clearly, the ID/IG ratios of the nanometal/mesoporous carbon samples were higher than that of the pure 

mesoporous carbon, illustrating that the addition of nanometals within the mesochannels decreased the 

degree of graphitization, implying that the graphitiferous carbon atoms used their π electrons to 

coordinate the nanometals. The effect of the Ag nanowires was stronger than that of the Pd nanoparticles 

simple because the infilling ratio of the Ag nanowires (44%) was much larger than that of the Pd 

nanoparticles (11%). Next, the scattering intensity of the Ag/mesoporous carbon was much higher than 

that of the mesoporous carbon or the Pd/mesoporous carbon; this behavior is consistent with the 

Raman signals of other mesoporous carbons having been enhanced as a result of the surface plasmon 

resonance of Ag nanoparticles [39,50]. In addition, the locations of the D bands in our samples 1–3 

(ca. 1312 cm−1) were slightly lower than those of pure graphitic materials and other reported ordered 

mesoporous carbons (typically ca. 1350 cm−1). We attribute these shifts to the minor disorientation of 

the carbon molecules during the self-templation method [33].  

Figure 7. Raman spectra of mesoporous carbon (black line), Pd/mesoporous carbon (red 

line), and Ag/mesoporous carbon (blue line). 
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4. Conclusions 

Through regulation of the weight ratio of phenolic, EO114CL84, and PEO–POSS (50:50:22), we 

have successfully fabricated a cylindrical mesoporous carbon using the EISA method; we then used 

this material to prepare Ag/mesoporous carbon and Pd/mesoporous carbon nanocomposites, after 

impregnation of metal precursors under capillary force and thermo-reduction under a H2 atmosphere 

(10% H2 and 90% N2). TEM images revealed the morphologies of the nanocomposites; for Ag/carbon, 

we observed well-defined Ag nanowires within the cylindrical mesopores; in contrast, the Pd/carbon 

sample featured a poor infilling ratio (11%) with only a few disperse nanoparticles located within the 

mesochannels. These features were reflected in the Raman spectra of samples 1–3: the Ag/mesoporous 

carbon provided the highest ID/IG ratio (due to the lower degree of graphitization as a result of greater 

coordination of the Ag nanometals by the π electrons of the carbon atoms) and also the strongest 

scattering intensity (as a result of the signal enhancement effect of the surface plasmon resonance of 

the Ag nanowires). 
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