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Abstract: This paper presents a new type of black organic material-porous silica composite providing
an extremely highly selective adsorption surface. This black composite was prepared by lamination
on nano-sized pores with a carbon-like, π-extended structure, which can be converted via the on-site
polymerization of 1,5-dihydroxynaphthalene with a triazinane derivative and a thermally induced
condensation reaction with denitrification. This bottom-up fabrication method on porous materials
had the great advantage of maintaining the pore characteristics of a raw porous material, but also the
resultant black surface exhibited an extremely high molecular-shape selectivity; for example, that for
trans- and cis-stilbenes reached 14.0 with the black layer-laminated porous silica, whereas it was
below 1.2 with simple hydrophobized silica.

Keywords: amorphous carbon; black materials; organic-inorganic hybrid materials; π–π interaction;
adsorbent; geometrical selectivity

1. Introduction

For a sustainable environment, there has been a universal requirement for selectivity enhancement
in adsorbents in a wide range of research and industrial fields, and therefore the surface modification
of porous carrier materials has been widely investigated. The dense immobilization of functional
groups such as ionic or polar groups containing heteroatoms in porous carrier materials is one of the
simplest ways to achieve this purpose. Further selectivity enhancement can be successfully observed
in macrocyclic compound-immobilized adsorbents [1–10], whose high selectivity is achieved via the
cyclic ordering of heteroatoms as interaction sources with a molecular pocket. However, owing to its
complex synthetic process and difficult purification process, this approach has limited applicability
in molecular design and synthesis. Nevertheless, selectivity enhancement has been achieved by
non-macrocyclic linear compounds when a weak interaction site is integrated with highly oriented
structures. For instance, significant selectivity enhancement is observed for structural isomers of
polycyclic aromatic hydrocarbons when heteroatom-based non-ionic polar groups such as carbonyl
units are integrated in polymer side chains that are in highly ordered states. Typical examples
have been reported in long chain alkylated polyacrylate [11–13], alternating copolymer systems
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with phthalimides [14], polypeptide-based [15–18], and lipidic-ordered [19–21] organic phases.
These successful results are because of the promotion of multiple carbonyl–π interactions [22,23] with
guest molecules.

Other useful integrations and orientations of interaction sites can be obtained by π-electron-rich
π-conjugated polymer systems. A π–π interaction is weaker than a carbonyl–π interaction [19–23],
but π-electrons can be highly dense in a vast plane. Typical examples are graphene and its related
materials. Therefore, various π-electron-rich adsorbents—such as aromatic side chain-containing
polymers [24–27]; polycyclic aromatics, such as coronene and fullerene [28–30]; aromatic foldamers [31];
carbon nanotubes [32]; graphene [33–36]; and graphitic carbon—have been developed [37–39].

In this study, we present a facile and versatile fabrication method for the formation of
π-electron-rich, carbon-like black organic phases on the surface of porous carrier particles. Our method
can be emphasized by its distinct advantages compared with conventional carbon sources such as
carbon black and graphite, which are the most readily available carbon sources, but their large size
makes them unsuitable for the present purposes. Graphene is significantly small in thickness, and hence
it can be used to wrap large surfaces. However, it cannot be used for coating at the nanosized inner
interface of the pore [40]. Therefore, developing a bottom-up carbon structure creation method through
which small molecules are adsorbed into the pores and that results in carbonization via post-treatment
is necessary. Summarizing our method: (1) Long-ranged π-extended structures are created through
the polymerization of small monomers and heat treatment, and then the resultant carbon-like layer can
be fabricated on the surface of the nanosized pores in carrier particles (Figure 1). (2) The monomers
used in this method are anionic and cationic. Therefore, the resultant carbon-like layer can be easily
attached to various carrier surfaces via electrostatic interaction. (3) The degree of extension of the
π-conjugated structure can be adjusted by the temperature and time of the heat treatment. Additionally,
the adsorption ability can be tuned via this process. In this paper, we also demonstrate the strong
absorptivity and high selectivity of the black layer-laminated porous silica as a new class of adsorbent.
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Figure 1. Schematic illustration of black layer-laminated porous silica through bottom-up carbon
structure creation from 1,5-dihydroxynaphthalene (DHN) and 1,3,5-trimethyl-1,3,5-triazinane (TMTA),
and its estimated reaction mechanism.

2. Materials and Methods

2.1. Materials and Reagents

1,5-Dihydroxynaphthalene (DHN and 1,3,5-trimethyl-1,3,5-triazinane (TMTA) were purchased
from Tokyo Chemical Industry Co., Ltd. (Tokyo, Japan). Ethanol, 2-propanol, and tetrahydrofuran
(THF) solvents were purchased from Wako Pure Chemical Industry, Ltd. (Osaka, Japan). HPLC-grade
acetonitrile, methanol, ethanol, and THF were purchased from Nacalai Tesque, Inc. (Kyoto, Japan).
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All the reagents were used without any purification. YMC SIL-120-S5 (YMC Co., Ltd., Kyoto, Japan,
5 µm diameter, 12 nm pore size, and specific surface area of 330 m2 g−1) were used as porous carrier
materials. A commercial octadecylated silica (ODS) column (GL-science, Inertsil ODS-3, column size
150 × 4.6 mm i.d., with 5 µm particle size, 10 nm pore size, and 15% carbon loading) was used as the
reference column.

2.2. Preparation of π-Conjugated Polymer-Silica Composites

Process I with microwave heating: The procedure is as follows: 1 g of porous silica (YMC
SIL-120-S5) and 8 mL of 2-propanol were mixed in the reaction vessel of the micro-wave synthesizer
(Monowave 300, Anton Paar Gmbh, Graz, Austria) [41–43], and then the mixture was dispersed for 1 min
using an ultrasonic bath (SONO CLEANER 100D, Kaijo Corporation, Osaka, Japan). Thereafter, 89.7 mg
(0.56 mmol) of DHN and 72.4 mg (0.56 mmol) of TMTA were added to the dispersed mixture, and then
the mixture underwent ultrasonication. The reaction vessel was placed in a micro-wave synthesizer
and heated at 100 ◦C for 3 min while stirring. The obtained slurry was filtered, and the residue was
thoroughly washed with 2-propanol and EtOH, and then dried in vacuo at room temperature. Process
I without microwave heating: The procedure was as follows: 5 g of porous silica (YMC SIL-120-S5)
was ultrasonically dispersed in 230 mL of EtOH in a 500 mL flask, and then 0.55 g (3.5 mmol) of DHN
and 0.45 g (3.5 mmol) of TMTA were added to the dispersed silica. The mixture was gently stirred at
room temperature for 1 min, heated to 75 ◦C, and then stored at 75 ◦C for 4 h. The obtained greenish
product was filtered, and then the residue was thoroughly washed with EtOH and dried in vacuo at
room temperature.

2.3. Blackening of Polymer-Silica Composites

The blackening of the polymer-silica composites, which corresponded to carbonization, was
carried out in the presence and absence of a microwave synthesizer. Process II with microwave heating:
a mixture of 2 g of the polymer-silica composites and 20 mL of ethylene glycol was redispersed in a
reaction vessel of the microwave synthesizer, and then the mixture was heat-treated at 200 or 300 ◦C for
10 min in a microwave synthesizer. A dark-colored product was collected via filtration, and then it was
thoroughly washed with EtOH and dried in vacuo at room temperature. Process II without microwave
heating: 5 g of the polymer-silica composite was placed in a crucible (10 mL) and heat-treated in a
nitrogen atmosphere at a predetermined temperature ranging from 200 to 900 ◦C for 2 h.

2.4. Instrumentations

The UV-visible and fluorescence spectra were measured using V560 (JASCO Co., Ltd., Tokyo,
Japan) and FP-6500 (JASCO Co., Ltd., Tokyo, Japan), respectively. The reflective UV-vis spectroscopy
was measured using USB4000 with a UV-vis-NIR light source DH-2000 and optical fiber (Ocean Optics,
Largo, FL, USA). The obtained particles were observed via SEM Hitachi SU-8000 (Hitachi-Hightech
Corp., Tokyo, Japan). Osmium tetroxide samples were treated using a Filgen osmium plasma coater
OPC60A before observation. Thermogravimetric analysis (TGA) was conducted using the TG/DTA6200
(Seiko Instruments Inc., Chiba, Japan) in atmospheric air. The heating rate was set at 10 ◦C min−1.
Elemental analyses were carried out on Yanaco CHN Corder MT-6 apparatus (YANACO Co., Ltd.,
Kyoto, Japan). Raman spectroscopy was measured using a laser Raman spectrophotometer NRS-5100
(JASCO Co., Ltd., Tokyo, Japan). The Raman spectra were recorded at a 532 nm laser excitation
wavelength with a power of 5.5 mW. Each spectrum was recorded for 40 s with 10 accumulations
and with a spectral resolution of 2 cm–1. The specific surface area and pore properties of the prepared
particles were measured using NOVA2200 (Quantachrome, Boynton Beach, FL, USA) based on the
Brunauer–Emmett–Teller (BET) and Barrett–Joyner–Halenda (BJH) methods. Liquid nitrogen was
used as the coolant.
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2.5. Evaluation of Absorptivity

The HPLC columns were obtained by packing the greenish and black-colored silicas in a
stainless-steel column (150 × 4.6 mm i.d.). A 20 µL loop JASCO 980 pump with a Reodyne Model 7725
injector (JASCO Co., Ltd., Tokyo, Japan) and a JASCO MD-2010 plus UV–vis photodiode array detector
(JASCO Co., Ltd., Tokyo, Japan) were used for the HPLC measurements. The column temperature was
maintained using a column jacket with a heating and cooling system. A personal computer connected
to the detector, and a pump with ChromNAV (Ver 1.17, JASCO Co., Ltd., Tokyo, Japan) software
was used to control the system and analyze the data. Chromatography-grade solvents were used to
prepare the mobile phase. The mobile phases used in HPLC were methanol–water mixtures, ethanol,
and ethanol–THF mixtures. The separation factor (α) was obtained from the retention factor (k′) ratio.
The retention time of water was used as the void volume (t0) marker (the absorption for methanol
was measured at 220 nm). The water/1-octanol partition coefficient (log P) was determined using the
retention factor with an ODS column: logPo/w = 3.759 + 4.207logk′ (r2 = 0.99997) [44].

3. Results

3.1. Characterization of the Polymerization-Induced Assembly Method

To achieve a bottom-up carbon structure creation using small molecules in the inner pores,
we applied the polymerization-induced self-assembling approach using hydroxyaromatic as a key
monomer with a triazinane derivative as a cross-linker, which was developed to produce monodisperse
nano-sized to micro-sized spherical particles [42,45]. Because of its adjustability on the assembling
size and easy carbonization via simple heat treatment at a relatively low temperature, this approach
is relevant to the present purpose. In this study, 1,5-dihydroxynaphthalene (DHN) was selected
as a key monomer, and the polymerization was initiated by heating a DHN-containing solution in
the presence of one equimolar of 1,3,5-trimethyl-1,3,5-triazinane (TMTA). As shown in the scanning
electron microscope (SEM) of Figure 2A, the well-size-controlled spherical solid particles were produced
spontaneously without any surfactant when a proper solvent such as ethanol and similar polar media
(Table 1) were selected.

Table 1. Polymerization conditions and particle characterization.

Abbr. Method
Solvent (Vol %) Conc.

(mM)
Reaction

Temp. (◦C)
Reaction
Time

Average
Particle

Diameter (µm)

CV
(%)

EtOH H2O THF IPA

Pm-1 Microwave - 30 70 - 10 150 3 min 0.18 33
Pm-2 Microwave 100 - - - 30 150 3 min 0.69 18
Ph-1 Heating 100 - - - 1 75 24 h 0.31 19
Ph-2 Heating 100 - - - 10 75 12 h 0.92 10
Ph-3 Heating 100 - - - 30 75 6 h 1.33 7
Ph-4 Heating 50 - - 50 150 75 6 h 2.06 6
Ph-5 Heating 100 - - - 150 75 6 h 2.41 25

The polymerization conditions are summarized in Table 1. Figure 2A-1,2 show the SEM images
from the particles prepared with microwave heating at 150 ◦C, and the SEM images in Figure 2A-3,4,5,6,7
were from the particles prepared without microwave heating at 75 ◦C. The polymerization rate was
significantly accelerated by microwave heating. However, a conventional batch method without
microwave heating was useful for large-scale production. The SEM images showed that the obtained
solids exhibited a spherical shape with a good monodispersity regardless of the heating methods.
In addition, all the particles were insoluble and less swelled in any solvent presumed to be a high-density
crosslinked resin-type polymer. Therefore, it is estimated that the polymerization-induced aggregation
is accompanied by a cross-linking reaction for solidification.
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Figure 2. Scanning electron micrographs of the particles (A) without and (B) with silica, which were
obtained by polymerization from DHN and TMTA. The size (µm) indicated in each photo corresponds
to the average diameters of the particles. (A) The preparation condition is summarized in Table S1.
The photos A-1 and A-2 show the particles prepared with microwave heating at 150 ◦C. The photos A-3,
A-4, A-5, A-6, and A-7 show the particles prepared without microwaves at 75 ◦C. (B) The preparation
condition is summarized in Table 1. The photo B-1 is for the raw silica (Sil-0) before polymerization.
The photos B-2, B-3, and B-4 show the particles after polymerization with Sil-0. The photos B-2
and B-3 are for the comparison of the surface smoothness between Sil-P17 and Sil-P50, respectively.
The photos B-5, B-6, and B-7 show the Sil-P17/H75-0 particles after heat treatment at 200 ◦C, 400 ◦C,
and 560 ◦C, respectively.

Through the dynamic light scattering (DLS) method, the polymerization progress was monitored
by the particle diameter. Figure S1 shows the typical time courses of the increase in the particle
diameter during polymerization. Considering this result and the fact that the particle diameter can be
affected by the reaction conditions (Table 1 and Figure 2A), various factors can be expected to play a
key role in the laminating process on a pore surface with a polymer layer.

To estimate the reaction mechanism of this polymerization, the time course of the carbon and
nitrogen content ratio (CN ratio) in elemental analysis was examined without microwave heating.
The CN ratio increased from 8.5 to 10.0 at a time course ranging between 6 and 8 h; the detailed data
are given in Figure S2. These values are within 6.8 and 11.1, which were calculated as one-to-two and
one-to-one addition products (whose structures are estimated in Figure S2), respectively. In contrast,
we detected a significant increase in fluorescence at the initial stage. Figure 3 contains the time courses
of the fluorescent intensity at the emission maximum at 455 nm upon excitation at 400 nm and the
absorption increase at 500 nm when the reaction was monitored at a low concentration condition of
1/30 to reduce the reaction rate; the detailed spectra are given in Figure S3.

The Pm and Ph particles were prepared with and without microwave heating, respectively.
The concentration indicates that of each monomer. The diameter and CV were determined by a SEM
analysis of the corrected solids after the proper washing and drying processes.

No similar emission was observed in the raw material DHN. Finally, the reaction mixture changed
to a non-fluorescent and dark-colored suspension as the reaction progressed. These results indicate that
the fluorescent species are formed as an intermediate during polymerization, resulting in a π-extended
structure. According to the literature [46], the cross-linking polymerization of DHN has been obtained
by mixing ammonia with formaldehyde and not TMTA. Additionally, it explains that polymerization
can be performed via the formation of the naphthoxide precursor (given in Figure S2), although it is
not mentioned that fluorescent species are generated. Therefore, we estimate that our polymerization
system includes a similar precursor formation with a fluorescent structure.
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Figure 3. Time courses of the absorbance increase (solid circles) at 500 nm and the fluorescence
change (open circles) at 455 nm upon excitation at 400 nm in the polymerization of DHN with TMTA.
The polymerization condition is summarized in Ph-1 of Table 1.

3.2. Formation of a Carbon-Like Black Layer on Porous Carrier

Based on the fundamental observations in the polymerization progress, we carried out this
polymerization in the presence of porous silica (5 µm and 12 nm in average diameter and pore size;
specific surface area of 330 m2 g−1 in the catalog specifications), which had been mostly used as carrier
particles for high-performance liquid chromatography (HPLC). Table 2 summarizes the preparation
conditions with the abbreviation of the products obtained.

Table 2. The reaction conditions for the polymer lamination and heat treatment for blackening.

Abbrev. a Process I: Polymerization b Process II: Heat Treatment c

Method Initial wt.
ratio (%)

Temp.
(◦C) Time Method Medium Temp.

(◦C) Time

Sil-0 d – – – – – – – –
Sil-P14/M100-0 Microwave 14 100 3 min – – – –

Sil-P14/M100-M200 Microwave 14 100 3 min Microwave in EG 200 10 min
Sil-P14/M100-M300 Microwave 14 100 3 min Microwave in EG 300 10 min

Sil-P17/H75-0 Heating 17 75 4 h – – – –
Sil-P17/H75-H200 Heating 17 75 4 h Heating under N2 200 2 h
Sil-P17/H75-H400 Heating 17 75 4 h Heating under N2 400 2 h
Sil-P17/H75-H200 Heating 17 75 4 h Heating under N2 560 2 h
Sil-P17/H75-H900 Heating 17 75 4 h Heating under N2 900 2 h

Sil-P50/H75-0 Heating 50 75 4 h – – – –

a: The abbreviations in parentheses exhibit the method and temperature in the processes I and II, where M or H
indicate the methods with and without microwaves, respectively. b: Ethanol was used as a solvent in process
I. The initial wt. ratio corresponds to the weight ratio of the monomers for silica. c: In the microwave method,
ethylene glycol (EG) was used as the suspension solvent. d: Sil-0 indicates the raw porous silica.

The change in color during polymerization can be used to estimate the reaction progress. As shown
in Figure 4, the white suspension owing to raw silica turned greenish and then deeply dark. Figure 2B-2,3
show SEM images of the colored silica (abbreviated as Sil-P17/H75-0), obtained using 20 wt % of DHN
of silica. Compared to the raw silica (Figure 2B-1), the colored silica maintained a good sphericity,
with a smooth surface after polymerization (Figure 2B-3). Additionally, the average diameter slightly
increased by approximately 9%. In contrary, non-uniform surfaces (Figure 2B-4) were observed when
approximately 50 wt % monomers were used in the polymerization process. This indicates that
the excessive use of monomers promotes the undesirable self-growth of polymer particles on the
silica surface.
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Figure 4. Monitoring of the color change during the polymer lamination process. The polymerization
was carried out using 1 g of Sil-0, 120 mg of DHN, and 97 mg of TMTA in ethanol at 75 ◦C. (A) and
(B) show the color difference of the sample suspensions without dilution and with dilution to 1/10,
respectively. (C) shows the color difference of the corrected solid. (D) shows the reflection spectra of
the corrected solid.

In addition, owing to successive washing with various solvents such as ethanol, DMF,
and chloroform, the colored silica had neither a significant color change nor reduction in the organic
components. Therefore, it can be established that the polymer from DHN and TMTA was formed and
tightly attached to the silica surface. This is probably due to the electrostatic interaction between the
TMTA-derived imino groups of the polymer and the silanol groups of silica.

As shown in Figure S4, thermogravimetric analysis (TGA) of the colored silica (Sil-P17/H75-0)
indicated that the amount of organic component attached on silica was ca. 15.2 wt %, considering the
loss from silica because of the heat treatment. This value corresponds to 99% of the initially added
DHN being attached as a polymer when it was assumed that the DHN was converted to a one-to-one
addition polymer. The progress of such highly efficient polymerization also indicates that the cationic
TMTA is effectively concentrated on the pore surface of the silica interface due to the electrostatic
interaction. However, the slight elution of brown substances was observed by washing, while the
polymer-coated silica did not change the color. This may be due to the by-production of a small
polymer during the microwave heating, but this is not suitable for further application with HPLC
because HPLC is very sensitive to such a slight elution. Therefore, we used only the polymer-coated
silica obtained without microwaves for the HPLC study.

3.3. Blackening and Carbonization of the Polymer Component

The significant color changed from dark green to complete black when Sil-P17/H75-0 was incubated
at higher temperatures, such as 200, 400, and 560 ◦C, under a nitrogen atmosphere. As shown in
Figure 4d, Sil-P17/H75-H560 did not show any reflection in the visible light range. In addition,
a further weight reduction was observed from 14.7 to 8.6 wt % (see Figure S4). Consistent with
this result, Figure 2B indicates that the particle size gradually decreased with the increase in the
incubation temperature.

The derivative thermogravimetric analyses (Figure 5a) of the TGA profiles provide important
information on the weight loss leading to the blackening process. Figure 5a shows that the
decomposition profiles of the Sil-P17/H75-H200 and Sil-P17/H75-H400 prepared via incubation at
200 ◦C and 400 ◦C were similar to that without additional heat treatment. The thermal decomposition
of these composites occurs at wide temperatures ranging from 230 to 650 ◦C. This profile can be
understood by combining the small changes around 230–310 ◦C (Stage II) and 310–420 ◦C (Stage
III) with the large changes observed at about 500 ◦C (Stage IV). Therefore, it is estimated that the
effective blackening due to the formation of π-expanded structures is promoted by heat treatment at
temperatures above 400 ◦C. Elemental analysis supports the structural change in the attached polymer
by the heat treatment. The CN ratio of the Sil-P17/H75-0 without heat treatment was calculated to be
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9.74 from 10.5 and 1.08 wt % in carbon and nitrogen, respectively. This CN value is close to the 9.90
of the Ph-3 particles prepared without silica. In contrary, the incubation of Sil-P17/H75-0 at 560 ◦C
evidently increased the CN ratio to 37.3, with a significant decrease in nitrogen. This phenomenon was
common to the non-silica polymer particles from DHN and TMTA. Therefore, it is presumed that heat
treatment enhanced the thermally induced denitrification reaction, and it developed into a long-range
π-conjugated structure to become black via multi-step reactions.
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(B) Raman spectra of Sil-P17/H75-0 (—-), Sil-P17/H75-H200 (—-), and Sil-P17/H75-H560 (—-).

The Raman spectroscopy results support a thermally induced increase in the sp2 carbon content.
From Figure 5b, it is clear that the incubation of Sil-P17/H75-0 at 560 ◦C increased the typical absorption
intensities around 1590 and 1350 cm−1, which were attributed to the G and D bands based on the sp2

and sp3 carbons, respectively [47–49] The spectral pattern and the ID/IG ratio (ca. 0.5) indicate that the
blackened component on the silica is likely to be amorphous carbon [50]. However, further detailed
investigation is needed to determine the exact structure.

3.4. Pore Characterization of Black Polymer-Laminated Silica

The maintainability of porosity after polymer lamination is an important requirement for a variety
of applications. In this study, the particle characterization of the raw silica, the polymer-laminated
silica, and the blackened silica was examined using SEM and Brunauer–Emmett–Teller (BET) analyses.
The comparison of Sil-P17/H75-0 and Sil-P50/H75-0 before heat treatment summarized in Table 3 shows
that polymerization increased the particle size by decreasing both the pore size and the specific surface
area. In particular, Sil-P50/H75-0, which obtained a polymer content of 48.3 wt %, showed an undesired
loss of surface area, corresponding to a decrease in the pore volume to 21%.

In contrary, Sil-P17/H75-0, in which 15.2 wt % of the polymer was introduced, maintained a good
porosity of 229 m2 g−1 in their specific surface area, corresponding to 69% of the raw silica. Further
improvement was confirmed via heat treatment. In the case of Sil-P17/H75-0, it restored the pore
characteristics by slightly decreasing the particle size. For instance, incubation at 200 and 560 ◦C
increased the porosity to 235 and 279 m2 g−1 in their specific surface areas, which corresponded to 71%
and 85% of the raw silica, respectively. Notably, the average pore diameter was larger than that of the
raw silica after heat treatment at 560 ◦C. It is difficult to determine if the original porosity is maintained
by thin layer formation on the pore surface or because a newly created polymer layer increases the
surface roughness. However, it is noted that the non-silica-supported polymer particles exhibited no
significant specific surface area, and when the polymerization with silica was carried out using low
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concentrations, the resulting surface was smoother than at high concentrations. Therefore, these facts
indicate that our method suggests the possibility of maintaining a good initial porosity.

Table 3. Particle characterization after the polymer lamination and heat treatment.

Polymer
(wt %)

Diameter
(µm)

PS
(nm)

SA
(m2g−1)

PV
(mL g−1)

Sil-0 – 4.37 12.0 330 1.01
Sil-P17/H75-0 15.2 4.65 9.7 229 0.69
Sil-P50/H75-0 48.3 5.02 6.6 124 0.21

Sil-P17/H75-H200 15.0 4.48 9.7 235 0.72
Sil-P17/H75-H560 9.83 4.42 12.5 279 0.75

Polymer: content (wt %) of organic component for silica determined by TGA. Diameter: average diameter (µm) of
particles determined via SEM. PS: average pore size (nm); SA: specific surface area (m2g−1); and PV: pore volume
(mg L−1) were determined by BET.

The surface characterization was evaluated via ζ-potential measurement. Figure 6 shows
the pH dependencies of the raw silica (Sil-0) and the polymer-laminated silica (Sil-P17/H75-0 and
Sil-P17/H75-H200) on the ζ-potential profiles. From Figure 6, the raw silica exhibited negative values
at pHs above 5. Because the bending point is obtained at a pH ranging between 5 and 8, the pH
dependency of Sil-0 can be attributed to the pKa = 5.6 of Si-OH [51]. In contrary, the polymer
lamination of silica (Sil-P17/H75-0) resulted in a positive charge under acidic conditions, while the
negative charge remained in the alkaline pH. From the estimated structure of the polymer in Figure 1,
such an ampholytic property is presumed to be derived from an imino group of TMTA as a cross-linker
and a phenolic group of DHN.
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On the other hand, heat treatment at 560 ◦C (Sil-P17/H75-H560) reduced the positive charge in
an acidic pH, which can be explained by a thermally induced denitrification reaction to become a
carbon-like structure. Looking at the pH profile in detail, the negative charge is seen in a wide range
of pHs, but also it seems to be a two-step transition. In addition, we confirmed both the reduction
of positive charge in an acidic pH and the remaining of the negative charge in an alkaline pH for
the heat treatment of non-silica-supported DHN-TMTA particles. Therefore, the negative charge
of Sil-P17/H75-H560 in a wide range of pHs indicates the existence of a phenolic OH, although it is
indistinguishable from that of a Si-OH moiety from the matrix silica.

3.5. Detection of Specific Interface Property by Selective Adsorption

First, through column methodology, a fundamental property of the adsorptivity and selectivity
of the polymer-laminated silica was examined using hydrophobic substances such as alkylbenzene
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homologues and simple aromatic hydrocarbons such as benzene and naphthalene as elutes. When the
Sil-P17/H75-H200 and Sil-P17/H75-H560 columns were used for the separation of alkylbenzene
homologues with alkyl chains of different lengths using polar solvents such as methanol, ethanol,
and acetonitrile as the mobile phase, their elution orders were identical to those of octadecylated
silica (ODS), which has been mostly used in HPLC. This indicates that the Sil-P17/H75-H200 and
Sil-P17/H75-H560 components in silica can act as a hydrophobic phase. However, a detailed analysis
of the retention behavior evokes a new perspective for understanding specific behavior, especially
in the P17/H75-H560 moiety. For instance, Sil-P17/H75-H560 exhibited the fact that the selectivity (α)
calculated from each retention factor was 10.7, whereas the ODS was 1.25 when the retention factor of
1-butylbenzene (C10H14) was compared with that of tert-butylbenzene (C10H14). Additionally, a similar
difference was observed in the comparison of naphthalene (C10H8) with 1-butylbenzene (C10H14):
α = 26.5 and 1.80 for Sil-P17/H75-H560 and ODS, respectively (see Table S1). ODS exhibited small
separations because these elutes have the same number of carbon atoms and there is no significant
difference in their log P as an indicator of hydrophobicity. Therefore, to explain the unusual selectivity
enhancement owing to heat treatment, we should consider a different mechanism that recognizes
the other physical properties of elutes. To investigate the specific retentivity and selectivity of
Sil-P17/H75-H560, geometrical isomers of stilbenes were selected as elute samples. As summarized in
Table 4, monomeric ODS shows a small selectivity (α= 1.04) for the trans- and cis-isomers of stilbenes,
whereas a small increase to 1.19 can be observed in polymeric ODS. These small values are because the
isomers have no significant hydrophobicity difference, which can be characterized by their log P = 4.71
and 4.81 in the cis- and trans-forms, respectively. In contrast, a higher selectivity (α = 1.68–3.65) can be
observed for the special separating agents that are expected to have additional interaction mechanisms,
such as the carbonyl–π [15,19,52], π–π [53–56], and polar–π [57,58] interactions.

Table 4. Comparison of the geometrical selectivity for the isomers of stilbenes with various adsorbents.

Separation
Agents

Organic
Phase a

Mobile Phase
α b

k′ for Stilbenes
Note

Solvent Temp. trans cis

Sil-P17/H75-H560 p CH3CN only 20 ◦C 14.0 13.7 0.98 This work
Sil-P17/H75-H560 p EtOH:THF (8:2) 20 ◦C 9.80 1.96 0.20 This work
Sil-P17/H75-H560 p EtOH only 20 ◦C incal. c not eluted 4.53 This work
Sil-P17/H75-H560 p MeOH:H2O (9:1) 20 ◦C incal. c not eluted not eluted This work
Sil-P17/H75-H200 p MeOH:H2O (9:1) 20 ◦C 3.67 1.77 0.48 This work

Sil-P17/H75-0 p MeOH:H2O (9:1) 20 ◦C 3.60 1.60 0.62 This work
ODS-m m MeOH:H2O (9:1) 25 ◦C 1.04 0.72 0.69 Ref [52]
ODS-p p MeOH:H2O (9:1) 25 ◦C 1.19 3.05 2.57 Ref [53]

MA-based p MeOH:H2O (7:3) 25 ◦C 1.97 5.51 2.80 Ref [52]
ODA-based p MeOH:H2O (7:3) 15 ◦C 2.34 7.47 3.19 Ref [52]

poly(L-Alanine) p MeOH:H2O (6:4) 20 ◦C 1.84 1.42 0.77 Ref [15]
Glutamide-based m MeOH:H2O (7:3) 20 ◦C 3.04 n.d. d n.d. d Ref [19]

CN-based p MeOH:H2O (7:3) 25 ◦C 2.25 0.74 0.33 Ref [54]
Pyridine-based p MeOH:H2O (9:1) 35 ◦C 2.28 0.41 0.18 Ref [55]

Carbazole-based p MeOH:H2O (9:1) 35 ◦C 1.79 1.59 0.89 Ref [56]
Im+-based IL p MeOH:H2O (6:4) 25 ◦C 1.68 0.69 0.41 Ref [57]

Im+-based IL/MO p MeOH only 25 ◦C 3.65 n.d. d n.d. d Ref [58]
a “p” and “m” indicate polymeric and monomeric types, respectively. b Calculated by the ratio of k′ of trans- to
cis-isomers. c Incalculable. d No data.

Non-heat-treated Sil-P17/H75-0 exhibited a high selectivity (α = 3.60), which corresponded to
the highest values obtained with the special adsorbents listed in Table 4. No significant increase in
retentivity (k’) and selectivity (α) was observed via heat treatment at 200 ◦C. In contrary, heat treatment
at 560 ◦C brought a remarkable increase in the retentivity. Using the same solvent system for
Sil-P17/H75-0, both the isomers were not eluted within 2 h. If this system was applied for polycyclic
aromatic hydrocarbons such as anthracene and more π-electron-rich substances, it would be difficult
to elute them. We successfully detected the elution of stilbenes for the calculation of selectivity by
adjusting the polarity of the mobile phase. Thus, we observed the α value of 14.0 in acetonitrile.
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Notably, this value is the highest. According to our previous studies, multiple interactions between the
adsorbent and solute increase the retentivity and selectivity, even if it is based on weak interactions
such as the π–π interaction. In the case of stilbenes, it is understandable that Sil-P17/H75-H560 with
carbon-like π-electron planes promote multiple interactions with trans-stilbene with a planar structure
that is much stronger than that of a non-planar cis-stilbene.

4. Conclusions

In this study, we have presented a versatile method for introducing a carbon-like π-electron-rich
organic phase into porous silica. Our method can be emphasized by its applicability for on-site
polymerization without the pre-modification of the carrier particle surface, the consequent facile
carbonization process, and the good maintainability of the initial porosity of the carrier particles.
These advantages are derived from a bottom-up creation method for a carbon structure where the
small key molecules are adsorbed into the pores. In this study, we focused on the application of
high-selective adsorption using the surface modification of porous silica. However, because of the
change in monomers and carriers, our method experienced limited applicability. For instance, through a
preliminary test we have confirmed that fluorescent particles can be created by changing the monomer
from 1,5- to 2,6-DHN as a starting monomer. Moreover, other applications include the modification
of the catalyst surface, masking, and stability enhancement. We hope to report these findings in the
near future.

Supplementary Materials: The following are available online at http://www.mdpi.com/2079-4991/10/9/1882/s1:
Figure S1: Time courses of the diameter change of the particles generated in the polymerization of DHN with
TMTA in ethanol at 75 ◦C. Figure S2: Time course of the carbon-nitrogen (CN) ratio of the products determined
by elemental analysis, and the estimated structures of precursors and polymers as possible intermediates in
the reaction mixture. Figure S3: UV-visible and fluorescence spectra monitored during the polymerization.
Figure S4: Thermal decomposition profiles of Sil-P17 in air. Table S1: Separation factors (α) of hydrocarbons with
C10-hydrocarbons with ODS and Sil-P17/H75-H560 columns.
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Volka, K.; Král, V. Interaction of porphyrin and sapphyrin macrocycles with nucleobases and nucleosides.
Anal. Chim. Acta 2001, 437, 39–53. [CrossRef]

4. Kawaguchi, Y.; Tanaka, M.; Nakae, M.; Koichi, F.; Shono, T. Chemically bonded cyclodextrin stationary
phases for liquid chromatographic separation of aromatic compounds. Anal. Chem. 1983, 55, 1852–1857.
[CrossRef]

5. Thuaud, N.; Sébille, B.; Deratani, A.; Pöpping, B.; Pellet, C. Enantiomer separations with chromatographic
supports based on β-cyclodextrin polymers immobilized on porous silica. Role of the polymer structure in
separating ability. Chromatographia 1993, 36, 373–380. [CrossRef]

6. Lemr, K.; Jirovský, D.; Ševèík, J. Effect of some parameters on enantiomer separation of ephedrine,
methamphetamine and selegiline using HPLC with β-cyclodextrin stationary phase. J. Liq. Chromatogr.
Relat. Technol. 1996, 19, 3173–3191. [CrossRef]

http://www.mdpi.com/2079-4991/10/9/1882/s1
http://dx.doi.org/10.1021/ac00065a005
http://dx.doi.org/10.1080/10826079608015117
http://dx.doi.org/10.1016/S0003-2670(01)00958-8
http://dx.doi.org/10.1021/ac00262a005
http://dx.doi.org/10.1007/BF02263896
http://dx.doi.org/10.1080/10826079608015816


Nanomaterials 2020, 10, 1882 12 of 14

7. Hankins, M.G.; Hayashita, H.; Kasprzyk, S.P.; Bartsch, R.A. Immobilization of crown ether carboxylic acids
on silica gel and their use in column concentration of alkali metal cations from dilute aqueous solutions.
Anal. Chem. 1996, 68, 2811–2817. [CrossRef]

8. Ng, S.; Ong, T.; Fu, P.; Ching, C. Enantiomer separation of flavour and fragrance compounds by liquid
chromatography using novel urea-covalent bonded methylated β-cyclodextrins on silica. J. Chromatogr. A
2002, 968, 31–40. [CrossRef]

9. Sinha, A.; Jana, N.R. Separation of microcystin-LR by cyclodextrin-functionalized magnetic composite of
colloidal graphene and porous silica. ACS Appl. Mater. Interfaces 2015, 7, 9911–9919. [CrossRef]

10. Li, Y.; Sheng, Z.; Zhu, C.; Yin, W.; Chu, C. Silica based click-dibenzo-18-crown-6-ether high performance
liquid chromatography stationary phase and its application in separation of fullerenes. Talanta 2018, 178,
195–201. [CrossRef]

11. Hirayama, C.; Ihara, H.; Mukai, T. Lipid membrane analogs. Specific retention behavior in comb-shaped
telomer-immobilized porous silica gels. Macromolecules 1992, 25, 6375–6376. [CrossRef]

12. Ihara, H.; Tanaka, H.; Nagaoka, S.; Sakaki, K.; Hirayama, C. Lipid membrane analogue-immobilized silica
gels for separation with molecular recognition. J. Liq. Chromatogr. Relat. Technol. 1996, 19, 2967–2984.
[CrossRef]

13. Nagase, K.; Kobayashi, J.; Kikuchi, A.; Akiyama, Y.; Kanazawa, H.; Okano, T. High stability of thermoresponsive
polymer-brush-grafted silica beads as chromatography matrices. ACS Appl. Mater. Interfaces 2012, 4,
1998–2008. [CrossRef] [PubMed]

14. Mallik, A.K.; Sawada, T.; Takafuji, M.; Ihara, H. Novel approach for the separation of shape-constrained
isomers with alternating copolymer-grafted silica in reversed-phase liquid chromatography. Anal. Chem.
2010, 82, 3320–3328. [CrossRef] [PubMed]

15. Shundo, A.; Sakurai, T.; Takafuji, M.; Nagaoka, S.; Ihara, H. Molecular-length and chiral discriminations by
β-structural poly(L-alanine) on silica. J. Chromatogr. A 2005, 1073, 169–174. [CrossRef] [PubMed]

16. Bocian, S.; Skoczylas, M.; Buszewski, B. Amino acids, peptides, and proteins as chemically bonded stationary
phases. A review. J. Sep. Sci. 2015, 39, 83–92. [CrossRef] [PubMed]

17. Jandera, P.; Janas, P. Recent advances in stationary phases and understanding of retention in hydrophilic
interaction chromatography. A review. Anal. Chim. Acta 2017, 967, 12–32. [CrossRef]

18. Buszewski, B.; Skoczylas, M. Multi-Parametric Characterization of amino acid- and peptide-silica stationary
phases. Chromatographia 2019, 82, 153–166. [CrossRef]

19. Rahman, M.M.; Takafuji, M.; Ansarian, H.R.; Ihara, H. Molecular shape selectivity through multiple
carbonyl−π interactions with noncrystalline solid phase for RP-HPLC. Anal. Chem. 2005, 77, 6671–6681.
[CrossRef]

20. Mallik, A.K.; Qiu, H.; Oishi, T.; Kuwahara, Y.; Takafuji, M.; Ihara, H. Molecular shape recognition through
self-assembled molecular ordering: Evaluation with determining architecture and dynamics. Anal. Chem.
2012, 84, 6577–6585. [CrossRef]

21. Mallik, A.K.; Qiu, H.; Oishi, T.; Kuwahara, Y.; Takafuji, M.; Ihara, H. Design of C18 organic phases with
multiple embedded polar groups for ultraversatile applications with ultrahigh selectivity. Anal. Chem. 2015,
87, 6614–6621. [CrossRef] [PubMed]

22. Sakaki, S.; Kato, K.; Miyazaki, T.; Musashi, Y.; Ohkubo, K.; Ihara, H. Hirayama, C. Structures and binding
energies of benzene-methane and benzene-benzene complexes. An ab initio SCF/MP2 studies. J. Chem. Soc.
Faraday Trans. 1993, 89, 659–664. [CrossRef]

23. Goto, Y.; Nakashima, K.; Mitsuishi, K.; Takafuji, M.; Sakaki, S.; Ihara, H. Selectivity enhancement
for diastereomer separation in RPLC Using crystalline-organic phase-bonded silica instead of
simply-hydrophobized silica. Chromatographia 2002, 56, 19–23. [CrossRef]

24. Ihara, H.; Fukui, M.; Mimaki, T.; Shundo, A.; Dong, W.; Derakhshan, M.; Sakurai, T.; Takafuji, M.; Nagaoka, S.
Poly(4-vinylpyridine) as a novel organic end-capping reagent for silica and its specific selectivity for PAHs
and dinitropyrenes in a reversed phase. Anal. Chim. Acta 2005, 548, 51–57. [CrossRef]

25. Qiu, H.; Jiang, S.; Takafuji, M.; Ihara, H. Polyanionic and polyzwitterionic azobenzene ionic liquid-functionalized
silica materials and their chromatographic applications. Chem. Commun. 2013, 49, 2454–2456. [CrossRef]

26. Hiruta, Y.; Kanazashi, R.; Ayano, E.; Okano, T.; Kanazawa, H. Temperature-responsive molecular recognition
chromatography using phenylalanine and tryptophan derived polymer modified silica beads. Analyst 2016,
141, 910–917. [CrossRef]

http://dx.doi.org/10.1021/ac951159a
http://dx.doi.org/10.1016/S0021-9673(02)00840-3
http://dx.doi.org/10.1021/acsami.5b02038
http://dx.doi.org/10.1016/j.talanta.2017.07.037
http://dx.doi.org/10.1021/ma00049a041
http://dx.doi.org/10.1080/10826079608015120
http://dx.doi.org/10.1021/am201832b
http://www.ncbi.nlm.nih.gov/pubmed/22452297
http://dx.doi.org/10.1021/ac1001178
http://www.ncbi.nlm.nih.gov/pubmed/20337431
http://dx.doi.org/10.1016/j.chroma.2004.08.062
http://www.ncbi.nlm.nih.gov/pubmed/15909519
http://dx.doi.org/10.1002/jssc.201500825
http://www.ncbi.nlm.nih.gov/pubmed/26420703
http://dx.doi.org/10.1016/j.aca.2017.01.060
http://dx.doi.org/10.1007/s10337-018-3569-2
http://dx.doi.org/10.1021/ac050851v
http://dx.doi.org/10.1021/ac300791x
http://dx.doi.org/10.1021/acs.analchem.5b00663
http://www.ncbi.nlm.nih.gov/pubmed/26041430
http://dx.doi.org/10.1039/FT9938900659
http://dx.doi.org/10.1007/BF02490241
http://dx.doi.org/10.1016/j.aca.2005.05.056
http://dx.doi.org/10.1039/c3cc00138e
http://dx.doi.org/10.1039/C5AN01996F


Nanomaterials 2020, 10, 1882 13 of 14

27. Xu, Z.; Uddin, K.M.A.; Kamra, T.; Schnadt, J.; Ye, L. Fluorescent boronic acid polymer grafted on silica
particles for affinity separation of saccharides. ACS Appl. Mater. Interfaces 2014, 6, 1406–1414. [CrossRef]

28. Kimita, K.; Hirose, T.; Hosoya, K.; Araki, T.; Tanaka, N. High-capacity stationary phases containing heavy
atoms for HPLC separation of fullerenes. Anal. Chem. 1995, 67, 2556–2561. [CrossRef]

29. Kartsova, L.A.; Makarov, A.A. New fullerene-based stationary phases for gas chromatography. J. Anal. Chem.
2004, 59, 724–729. [CrossRef]

30. Kubo, T.; Murakami, Y.; Tsuzuki, M.; Kobayashi, T.; Naito, H.; Sano, T.; Yan, T.; Otsuka, K. Unique separation
behavior of a C60 fullerene-bonded silica monolith prepared by an effective thermal coupling agent. Chem.
Eur. J. 2015, 21, 18095–18098. [CrossRef]

31. Noguchi, H.; Takafuji, M.; Maurizot, V.; Huc, I.; Ihara, H. Chiral separation by terminal chirality triggered
P-helical quinoline oligoamide foldamer. J. Chromatogr. A 2016, 1437, 88–94. [CrossRef] [PubMed]

32. Speltini, A.; Merli, D.; Profumo, A. Analytical application of carbon nanotubes, fullerenes and nanodiamonds
in nanomaterials-based chromatographic stationary phases: A review. Anal. Chim. Acta 2013, 783, 1–16.
[CrossRef] [PubMed]

33. Yang, X.; Li, C.; Qi, M.; Qu, L. A graphene-based porous carbon material as a stationary phase for gas
chromatographic separations. RSC Adv. 2017, 7, 32126–32132. [CrossRef]

34. Yang, L.; Guo-Xiao, T.; Yang, J.; Xu, Z.; Qin, M. Graphene-based materials used in as stationary phase for
chromatography: A Mini Review. J. Chromatogr. Sep. Tech. 2018, 9, 1000399.

35. Song, L.; Zhang, H.; Cai, T.; Chen, J.; Li, Z.; Guan, M.; Qiu, H. Porous graphene decorated silica as a new
stationary phase for separation of sulfanilamide compounds in hydrophilic interaction chromatography.
Chin. Chem. Lett. 2019, 30, 863–866. [CrossRef]

36. Lee, S.; Moon, B.J.; Lee, H.J.; Bae, S.; Kim, T.; Jung, Y.C.; Park, J.H.; Lee, S.H. Enhancement of adsorption
performance for organic molecules by combined effect of intermolecular interaction and morphology in
porous rGO-incorporated hydrogels. ACS Appl. Mater. Interfaces 2018, 10, 17335–17344. [CrossRef]

37. Ciccioli, P.; Tappa, R.; Corcia, A.; Liberti, A. Graphitized carbon black columns for high-performance liquid
chromatography. J. Chromatogra. A 1981, 206, 35–42. [CrossRef]

38. Zhang, X.; Chen, S.; Han, Q.; Ding, M. Preparation and retention mechanism study of graphene and graphene
oxide bonded silica microspheres as stationary phases for high performance liquid chromatography.
J. Chromatogr. A 2013, 1307, 135–143. [CrossRef]

39. Bapiro, T.E.; Richards, F.M.; Jodrell, D.I. Understanding the complexity of porous graphitic carbon (PGC)
chromatography: Modulation of mobile-stationary phase interactions overcomes loss of retention and
reduces variability. Anal. Chem. 2016, 88, 6190–6194. [CrossRef]

40. Nozato, S.; Mallik, A.; Satoh, E.; Fukuda, R.; Ganapathy, H.; Kuwahara, Y.; Takafuji, M.; Ihara, H. A facile
and green method to prepare conductive carbon-coated polymer microspheres using supercritical carbon
dioxide. Chem. Lett. 2016, 45, 92–94. [CrossRef]

41. Khan, M.N.; Orimoto, Y.; Ihara, H. Amphiphilic spherical nanoparticles with nitrogen-enriched carbon-like
surface by using ß-lactoglobulin as template. Chem. Commun. 2018, 54, 13204–13207. [CrossRef] [PubMed]

42. Hano, N.; Takafuji, M.; Noguchi, H.; Ihara, H. Surface charge-controlled, monodisperse black-colored
nanoparticles exhibiting selective reflectance of NIR wavelengths. ACS Appl. Nano Mater. 2019, 2, 3597–3605.
[CrossRef]

43. Yamada, N.; Noguchi, H.; Orimoto, Y.; Kuwahara, Y.; Takafuji, M.; Pathan, S.; Oda, R.; Rahmuri, A.;
Ramzanov, M.; Ihara, H. Emission color control in polymer film by memorized fluorescence solvatochromism
due to a new class of totally-organic fluorescent nanogel particles. Chem. Eur. J. 2019, 25, 1–9. [CrossRef]
[PubMed]

44. Ihara, H.; Sagawa, T.; Goto, Y.; Nagaoka, S. Crystalline polymer on silica. Geometrical selectivity for
azobenzenes through highly-oriented structure. Polymer 1999, 40, 2555–2560. [CrossRef]

45. Murakami, A.; Noguchi, H.; Kuwahara, Y.; Takafuji, M.; Nozato, S.; Sun, R.; Nakasuga, A.; Ihara, H.
Non-conductive, size-controlled monodisperse black particles prepared by a one-pot polymerization and
low-temperature calcination. Chem. Lett. 2017, 46, 680–682. [CrossRef]

46. Shen, S.B.; Ishida, H. Synthesis and characterization of polyfunctional naphthoxazines and related polymers.
J. Appl. Polym. Sci. 1996, 61, 1595–1605. [CrossRef]

47. Jawhari, T.; Roid, A.; Casado, J. Raman spectroscopic characterization of some commercially available carbon
black materials. Carbon 1995, 33, 1561–1565. [CrossRef]

http://dx.doi.org/10.1021/am405531n
http://dx.doi.org/10.1021/ac00111a010
http://dx.doi.org/10.1023/B:JANC.0000037276.52195.97
http://dx.doi.org/10.1002/chem.201503898
http://dx.doi.org/10.1016/j.chroma.2016.01.059
http://www.ncbi.nlm.nih.gov/pubmed/26875119
http://dx.doi.org/10.1016/j.aca.2013.03.041
http://www.ncbi.nlm.nih.gov/pubmed/23726094
http://dx.doi.org/10.1039/C7RA04774F
http://dx.doi.org/10.1016/j.cclet.2018.10.040
http://dx.doi.org/10.1021/acsami.7b19102
http://dx.doi.org/10.1016/S0021-9673(00)82603-5
http://dx.doi.org/10.1016/j.chroma.2013.07.106
http://dx.doi.org/10.1021/acs.analchem.6b01167
http://dx.doi.org/10.1246/cl.150937
http://dx.doi.org/10.1039/C8CC07532H
http://www.ncbi.nlm.nih.gov/pubmed/30328421
http://dx.doi.org/10.1021/acsanm.9b00555
http://dx.doi.org/10.1002/chem.201901239
http://www.ncbi.nlm.nih.gov/pubmed/31095789
http://dx.doi.org/10.1016/S0032-3861(98)00485-6
http://dx.doi.org/10.1246/cl.170084
http://dx.doi.org/10.1002/(SICI)1097-4628(19960829)61:9&lt;1595::AID-APP19&gt;3.0.CO;2-P
http://dx.doi.org/10.1016/0008-6223(95)00117-V


Nanomaterials 2020, 10, 1882 14 of 14

48. Deng, L.; Young, R.J.; Kinlich, I.A.; Abdelkader, A.M.; Holmes, S.M.; Rio, D.A.D.H.; Eichhorn, S.J.
Supercapacitance from cellulose and carbon nanotube nanocomposite fibers. ACS Appl. Mater. Interfaces
2013, 5, 9983–9990. [CrossRef]

49. Petris, A.; Vasiliu, I.C.; Gheorghe, P.; Iordache, A.M.; Ionel, L.; Rusen, L.; Iordache, S.; Elisa, M.; Trusca, R.;
Ulieru, D.; et al. Graphene oxide-based silico-phosphate composite films for optical limiting of ultrashort
near-infrared laser pulses. Nanomaterials 2020, 10, 1638. [CrossRef]

50. Dimovski, S.; Nikitin, A.; Ye, H.; Gogotsi, Y. Synthesis of graphite by chlorination of iron carbide at moderate
temperatures. J. Mater. Chem. 2004, 14, 238–243. [CrossRef]

51. Sulpizi, M.; Gaigeot, M.; Sprik, M. The Silica—water interface: How the silanols determine the surface
acidity and modulate the water properties. J. Chem. Theory Comput. 2012, 8, 1037–1047. [CrossRef] [PubMed]

52. Fukumoto, T.; Ihara, H.; Sakaki, S.; Shosenji, H.; Hirayama, C. Chromatographic separation of geometrical
isomers using highly oriented polymer-immobilized silica gels. J. Chromatogr. A 1994, 672, 237–241.
[CrossRef]

53. Noguchi, H.; Charoenraks, T.; Takafuji, M.; Ihara, H. Effects of substitution groups of glutamide-derived
molecular gels on molecular shape recognition. J. Chromatogr. A 2015, 1392, 56–62. [CrossRef]

54. Ihara, H.; Okazaki, S.; Ohmori, K.; Uemura, S.; Hirayama, C.; Nagaoka, S. Polymer-silica hybrids: Evaluation
of grafted poly(acrylonitrile) as organic phase for high-performance liquid chromatography. Anal. Sci. 1998,
14, 349–354. [CrossRef]

55. Gautam, U.G.; Sawada, T.; Gautam, M.P.; Takafuji, M.; Ihara, H. Poly(2-N-carbazolylethyl acrylate)-modified
silica as a new polymeric stationary phase for reversed-phase high-performance liquid chromatography.
J. Chromatogr. A 2009, 1216, 7422–7426. [CrossRef] [PubMed]

56. Mallik, A.K.; Shingo, K.; Gautam, U.G.; Sawada, T.; Takafuji, M.; Ihara, H. Complete chromatographic
separation of steroids including 17α- and 17β-estradioles using carbazole-based polymeric organic phase in
both revered and normal phase HPLC. Anal. Bioanal. Chem. 2010, 397, 623–629. [CrossRef]

57. Qiu, H.; Liu, X.; Jiang, S.; Takafuji, M.; Ihara, H. Investigation of π-π and ion-dipole interactions
on 1-allyl-3-butylimidazolium ionic liquid-modified silica stationary phase in reversed-phase liquid
chromatography. J. Chromatogr. A 2010, 1217, 5190–5196. [CrossRef] [PubMed]

58. Qiu, H.; Takafuji, M.; Sawada, T.; Liu, X.; Jiang, S.; Ihara, H. New strategy for drastic enhancement of
selectivity via chemical modification of counter anions in ionic liquid polymer phase. Chem. Commun. 2010,
46, 8740–8742. [CrossRef]

© 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1021/am403622v
http://dx.doi.org/10.3390/nano10091638
http://dx.doi.org/10.1039/b311938f
http://dx.doi.org/10.1021/ct2007154
http://www.ncbi.nlm.nih.gov/pubmed/26593364
http://dx.doi.org/10.1016/0021-9673(94)80612-8
http://dx.doi.org/10.1016/j.chroma.2015.03.013
http://dx.doi.org/10.2116/analsci.14.349
http://dx.doi.org/10.1016/j.chroma.2009.04.039
http://www.ncbi.nlm.nih.gov/pubmed/19419724
http://dx.doi.org/10.1007/s00216-010-3601-3
http://dx.doi.org/10.1016/j.chroma.2010.06.013
http://www.ncbi.nlm.nih.gov/pubmed/20580007
http://dx.doi.org/10.1039/c0cc02984j
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials and Reagents 
	Preparation of -Conjugated Polymer-Silica Composites 
	Blackening of Polymer-Silica Composites 
	Instrumentations 
	Evaluation of Absorptivity 

	Results 
	Characterization of the Polymerization-Induced Assembly Method 
	Formation of a Carbon-Like Black Layer on Porous Carrier 
	Blackening and Carbonization of the Polymer Component 
	Pore Characterization of Black Polymer-Laminated Silica 
	Detection of Specific Interface Property by Selective Adsorption 

	Conclusions 
	References

