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ABSTRACT: Mesoporous carbons (MPCs) with a bimodal distribution of
pore diameters are more advantageous than their monomodal counterparts for
applications in adsorption, catalysis, and drug delivery systems; however,
reports on their fabrication remain limited. In this study, we successfully
fabricated bimodal MPCs using a soft template method with poly(2,2,2-
trifluoroethyl methacrylate) (PTFEMA)-b-poly(4-vinylpyridine) (P4VP)-b-
polystyrene (PS) and resol. The blend samples formed microphase-separated
structures comprising PTFEMA spheres, PS cylinders, and matrix domains
composed of P4VP and resol, leading to the separation of the PTFEMA and
PS domains. The P4VP and resol matrix domains were carbonized at a high
temperature of 900 °C, whereas the PTFEMA and PS domains were thermally decomposed. This process resulted in bimodal MPCs
with both spherical and cylindrical mesopores. The pore diameters calculated using scanning electron microscopy were
approximately 10 and 30 nm, while nitrogen adsorption measurements indicated a large specific surface area with a bimodal pore
distribution.

Highly ordered mesoporous carbons (MPCs) are
attractive for applications in adsorption,1−3 separation,4,5

electrode design,6 drug delivery,7,8 and catalysis9 owing to their
high specific surface areas, large pore volumes, and superior
thermal, mechanical, and chemical stability. Porous carbons
(PCs) with a bimodal distribution of pore diameters, referred
to as bimodal PCs, are expected to exhibit higher potential for
adsorption, catalysis, and drug delivery than monomodal
PCs.10−14 Guo et al. reported the fabrication of bimodal PCs
with micro- and mesopores.10 Mesoporous films were
produced by soaking polystyrene (PS)-b-poly(2-vinylpyridine)
(P2VP) in hot ethanol. These films were filled with resol,
followed by cross-linking, carbonization, and pyrolysis of the
block polymers, resulting in bimodal PCs that exhibited
excellent electrochemical performances. Similarly, Zhao et al.
successfully fabricated bimodal PCs with meso- and macro-
pores. F127 (polypropylene (PPO)-b-poly(ethylene oxide)
(PEO)-b-PPO) and the resol solutions were added to colloidal
silica crystals with silica diameters of 240, 320, and 450 nm.
The removal of silica particles using hydrofluoric acid after
carbonization yielded bimodal PCs with meso- and macro-
pores corresponding to the microphase-separated structures of
F127 and the diameters of silica particles.15

As mentioned above, although several studies on bimodal
PCs have been reported, they are generally limited to cases
where the pores are distributed in the micro (approximately 2
nm)−meso (2−50 nm) or meso−macro (50 nm) regions or
where the pore structures are disordered. Few studies have
described bimodal MPCs with highly ordered pores,
particularly within the mesopore region. These bimodal

MPCs are expected to be highly effective in the adsorption
and separation of large molecules and viruses.

MPCs are primarily fabricated by using either hard or soft
template methods. The hard template method can be used to
create highly ordered MPCs with various symmetries by using
mesoporous inorganic porous materials. However, the hard
template method requires the removal of templates using
hydrofluoric acid and alkalis, such as sodium hydroxide.16−21

In contrast, the soft template method that utilizes block
copolymers and cross-linkers is a cleaner approach, as it can
create MPCs using only thermal treatment without the need
for hydrofluoric acids or alkalis, such as sodium hydrox-
ide.22−24

The soft template method facilitates the fabrication of MPCs
with various morphologies including three-dimensional net-
work structures from PPO-b-PEO-b-PPO,25−27 PS-b-PEO,26

PS-b-poly(4-vinylpyridine) (P4VP),28,29 polydimethylsiloxane
(PDMS)-b-PEO,30 polyisoprene (PI)-b-PS-b-PEO,31−33 PI-b-
PS-b-P4VP,34,35 and PEO-b-poly(ethyl acrylate) (PEA)-b-PS.36

However, AB and ABA block copolymers, which are composed
of two components, typically form only one type of matrix
domain and one type of isolated domain, respectively, yielding
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MPCs with monomodal mesopores. Similarly, ABC triblock
terpolymers composed of three components can form
monomodal mesopores when the end-positioned PEO blocks
are used, for example, when PI-b-PS-b-PEO31−33 and PEO-b-
PEA-b-PS36 are mixed with cross-linkers, such as resol, through
hydrogen bonding. In contrast, when a hydrophilic block that
can form hydrogen bonds with cross-linkers is positioned as
the central B component in the ABC triblock terpolymers, two
independent types of mesopores are expected to form, each
derived from the A and C domains. Therefore, ABC triblock
terpolymers have the potential to fabricate highly ordered
bimodal MPCs, particularly in the mesopore region. Although
bimodal mesoporous silica has been successfully fabricated
using ABC triblock terpolymers with hydrophilic B blocks,37 to
our knowledge, bimodal MPCs have not yet been acquired.

In this study, we aim to create highly ordered bimodal
MPCs using poly(2,2,2-trifluoroethyl methacrylate) (PTFE-
MA)-b-P4VP-b-PS (FPS triblock terpolymer) and resol as
cross-linkers (Scheme 1). The P4VP blocks located in the

middle of the FPS triblock terpolymers interacted with resol
through hydrogen bonding, effectively separating the PTFEMA
and PS domains. Consequently, after carbonizing the FPS
triblock terpolymer and resol blend systems, bimodal MPCs
featuring two types of mesopores derived from the minor
domains of PTFEMA and PS were expected. The microphase-
separated structures of the blend samples before carbonization
were characterized by using transmission electron microscopy
(TEM) and small-angle X-ray scattering (SAXS). The resulting
MPCs were analyzed by using scanning electron microscopy
(SEM) and nitrogen adsorption measurements.

Referring to a previous report,39 three FPS triblock
terpolymers with fixed PTFEMA and P4VP block lengths
and various PS block lengths were synthesized via radical
addition−fragmentation chain transfer polymerization. Each
monomer was sequentially added using 2-cyano-2-propyl
dodecyl trithiocarbonate as a chain-transfer agent. The
molecular weights of the compositions were calculated from
the peak area of each component acquired from 1H NMR, and
the polydispersity was determined using SEC with 50 mmol
L−1 N,N-dimethylformamide (DMF) (see Figure S2). Resol

was synthesized using phenol and formaldehyde under alkali
conditions.24

Blend samples prepared using DMF solutions of the FPS
triblock terpolymers and resol were named FPSA(X/Y), where
A is the block length of the PS block, and X/Y is the weight
ratio of the FPS triblock terpolymers and resol. Table 1 lists
the molecular characteristics and compositions of the FPS
triblock terpolymer and blend samples. Furthermore, the blend
samples were thermally treated at 900 °C to carbonize the
resol-containing domains and remove the PTFEMA and PS
domains. The MPC acquired after carbonization included
approximately 1% nitrogen atoms and approximately 90%
carbon atoms (Table S1). This finding indicated that nitrogen-
doped MPCs were acquired. Furthermore, the fluorine
concentration was below the detection limit (0.3 wt %)
signifying the complete achievement of thermal decomposition
of the PTFEMA and PS segments.

Figure 1a−c show TEM images of the blend samples before
carbonization and staining with iodine. In these TEM images,
the PTFEMA, PS, and P4VP domains appear as the brightest,
grayest, and darkest regions, respectively. This contrast arises
because the PTFEMA blocks are readily etched by electron
beams, whereas the P4VP blocks stain well with iodine. The
TEM images show the same types of structures. The left side
of the TEM images highlighted a cross-sectional view of the
cylindrical domains, and the gray PS cylindrical domains were
hexagonally arranged with satellite six-coordinate bright
PTFEMA domains. In contrast, the right side of the TEM
images shows a side view of cylindrical domains, and the bright
PTFEMA spherical domains were aligned along the gray PS
cylindrical domains. Furthermore, the 1D SAXS profiles of the
blend samples before carbonization exhibited characteristic
Bragg peaks corresponding to the square roots of 3 and 7,
indicating 6-fold symmetry. These structures consist of
hexagonally packed PS cylinders surrounded by six-coordinate
PTFEMA spheres. The spherical domains are aligned along the
PS cylinders (Figure 1e,f). Furthermore, according to the 1D
SAXS profiles (Figure 1d), carbonization changes the primary
peaks to higher q values. This change was attributed to the
thermal shrinkage of structures during carbonization at 900 °C.

Generally, in the microphase-separated structures of ABC
triblock terpolymers, the component with the highest volume
fraction tends to form a matrix domain. Ahn et al. reported a
similar structure with cylindrical P2VP and spherical PI
domains using PI-b -PS-b -P2VP (φP I :φPS:φP2VP =
0.120:0.748:0.132).38 However, in the blend samples in this
study, PS, despite having the highest volume fraction (0.56,
0.58, and 0.59 in FPS48(80/20), FPS54(80/20), and FPS57(80/
20), respectively), forms cylindrical domains rather than matrix

Scheme 1. Chemical Structures of FPS Triblock Terpolymer
and Resol

Table 1. Molecular characteristics and compositions of FPS triblock terpolymers and blend samples

molecular weightsa (Mn; kg mol−1)

sample name PTFEMA P4VP PS Db (−) φPTFEMA
c φP4VP

c or φ(P4VP+resol)
c φPS

c

FPS48 13.4 14.4 47.5 1.09 0.14 0.19 0.68
FPS54 53.9 1.09 0.13 0.17 0.70
FPS57 57.0 1.10 0.13 0.16 0.72
FPS48(80/20) 47.5 (−) 0.11 0.33 0.56
FPS54(80/20) 53.9 (−) 0.10 0.32 0.58
FPS57(80/20) 57.0 (−) 0.10 0.32 0.59

aDetermined by 1H NMR. bDetermined by SEC. cDetermined by 1H NMR, here densities of PTFEMA, P4VP, PS, and resol are 1.45, 1.15, 1.04,
and 1.25 g cm−3.
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domains. The formation of cylindrical domains was attributed
to the difference in the affinity of each segment for DMF. PS
has a lower affinity for DMF than for PTFEMA and P4VP.39

Therefore, in the drying process of the FPS triblock terpolymer
DMF solutions, the PS blocks first formed isolated cylindrical
domains. The P4VP and PTFEMA blocks then formed a
matrix and isolated spherical domains.

Figure 2a−c show the SEM images of MPCs derived from
FPS48(80/20), FPS54(80/20), and FPS57(80/20). These SEM
images showed the same type of structure. The upper panels of
Figure 2a−c show that the large mesopores are hexagonally
arranged with six small mesopores surrounding them. In
contrast, in the lower panels of Figure 2a−c, which show side
views of the cylindrical mesopores, thick stripe patterns

corresponding to cylindrical mesopores and spherical meso-
pores are observed. Cylindrical and spherical mesopores were
derived from the PS and PTFEMA domains before carbon-
ization. However, some spherical domains were not perfectly
separated owing to the collapse of the carbon walls. Figure 2d
shows enlarged images of MPCs derived from FPS48(80/20);
the upper and lower SEM images show the top and side views
of the cylindrical mesopores. The diameters of the cylindrical
and spherical mesopores, measured using SEM images, were
approximately 30−35 and 10 nm, respectively. Furthermore,
the diameters of the cylindrical mesopores of FPS48(80/20),
FPS54(80/20), and FPS57(80/20) are 29.1, 30.2, and 32.1 nm
based on the primary peaks of the 1D SAXS measurements
(Figure 1d), which correspond well with the SEM images. The

Figure 1. (a−c) Transmission electron microscopy images of FPS48(80/20), FPS54(80/20), and FPS57(80/20) stained with iodine before
carbonization. Left and right sides show cross-sectional and side views of cylindrical domains. (d) SAXS profiles (1D) of FPS48(80/20), FPS54(80/
20), and FPS57(80/20) before and after carbonization. (e, f) Schematics of microphase-separated structures of blend samples from top and cross-
sectional views of cylindrical domains and possible chain conformations in bulk state, where green, blue, and red represent PTFEMA, P4VP, and PS
domains, respectively. (g) 3D model of cylindrical PS and spherical P4VP domains.
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diameters of the cylindrical and spherical domains of the blend
samples before carbonization were approximately 56 and 13
nm, respectively. The SAXS experimental results show an
inverse relationship between the primary SAXS peak positions
and molecular weights of PS blocks in FPS48(80/20),
FPS54(80/20), and FPS57(80/20) prior to carbonization
(Figure S3(a)). However, this relationship changes slightly
after carbonization (Figure S3(b)), possibly due to the
differing ratios of P4VP domains and resol in each blend
sample. As described above, carbonization leads to structural
shrinkage, which is consistent with the TEM (Figure 1) and
SEM (Figure 2) observations. Although the morphology
induced by the solvent (Figure 1a−c) may not be
thermodynamically stable, cross-linking by resol likely helps
preserve this morphology during the drying and heating
process at 100 °C for 24 h.

Nitrogen adsorption was measured to analyze the mesopores
of the MPCs. MPCs milled using an agate mortar were used in
a vacuum after thermal pretreatment at 350 °C for nitrogen
adsorption measurements. Figure 3a,b shows the nitrogen

sorption isotherms and pore diameter distributions of
FPS48(80/20), FPS54(80/20), and FPS57(80/20) after carbon-
ization. The isotherms in Figure 3a−c show typical type-IV
curves with HI-type hysteresis exhibiting sharp and blunt
capillary condensation above relative pressures of approx-
imately 0.95 and 0.83. Based on the Brunauer−Emmett−Teller
theory, the specific surface areas calculated for FPS48(80/20),
FPS54(80/20), and FPS57(80/20) were 700, 686, and 699 m2

g−1, respectively, after carbonization. In contrast, analysis using
the Barrett−Joyner−Halenda (BJH) theory resulted in specific
surface areas of 179, 168, and 162 m2 g−1 for FPS48(80/20),
FPS54(80/20), and FPS57(80/20) in the mesopore regions
after carbonization, with approximately 75% of these specific
surface areas attributed to the micropore regions.

The pore diameter distributions calculated using the BJH
theory (Figure 3b) show a bimodal distribution in the
mesopore region for all samples. The graphs show sharp
peaks at 9 nm and broad peaks at 50 nm in the diameter
position. In Figure 3b, the sharp peaks indicate that the peak
tops are located at the same position (9.2 nm) in all the
samples, which correspond well with the SEM results (Figure
2). Smaller mesopores were derived from the PTFEMA blocks
and had the same diameter, because the molecular weights of
the PTFEMA blocks were equal in all samples. In contrast, the
broad peaks indicated that the positions of the peak tops
differed between each sample: 48.5, 51.1, and 53.2 nm for
FPS48(80/20), FPS54(80/20), and FPS57(80/20), respectively.
These diameters, calculated using BJH theory, closely align
with the SEM results (Figure 2). This inconsistency may arise
from the broadening of the peaks in the pore diameter
distribution (Figure 2(b)). Furthermore, the larger mesopores
were derived from the PS blocks. The molecular weights of the
PS blocks were 47.5, 53.9, and 57.0 kg mol−1 for FPS48(80/
20), FPS54(80/20), and FPS57(80/20), respectively. Con-
sequently, the diameters of the larger mesopores differed for
each sample. Bimodal MPCs are expected to enable
simultaneous multifunctionality due to their different pore
sizes. For example, larger mesopores are anticipated to
facilitate mass and ion transport, while smaller mesopores are
expected to serve as reaction sites. This dual pore structure is
therefore thought to allow for the efficient transport of various
molecules.

In this study, we demonstrated the fabrication of nitrogen-
doped bimodal MPCs in mesopore regions using organic−
organic hybrids with FPS triblock terpolymers and resol. Blend
films of the FPS triblock terpolymers and resol formed
hexagonally packed PS cylinders surrounded by six-coordi-
nated PTFEMA spheres; the spherical domains were aligned
along the PS cylinders in the P4VP/resol matrix domains. This
structure was obtained because of the low affinity of PS for
DMF despite PS exhibiting the highest volume fraction. After
carbonization, the PTFEMA and PS domains were removed,
and bimodal MPCs containing smaller spherical mesopores,
larger cylindrical mesopores, and nitrogen-doped carbon walls
were fabricated. The pore sizes of the MPCs were estimated to
be approximately 10 and 30 nm in diameter by using SAXS
and SEM techniques, respectively. In addition, larger pore sizes
could be changed according to the molecular weight of the PS
blocks. Furthermore, nitrogen adsorption measurements
revealed a large specific surface area (up to 700 m2 g−1) and
an evident bimodal distribution. ABC triblock terpolymers
with a hydrophilic middle B block can serve as a candidate
template for highly ordered bimodal MPCs and exhibit high

Figure 2. (a−c) Scanning electron microscopy (SEM) images of
FPS48(80/20), FPS54(80/20), and FPS57(80/20) after carbonization.
(d) Enlarged SEM images of FPS48(80/20) after carbonization.
Upper and lower SEM images show top and side views of cylindrical
mesopores, respectively.

Figure 3. (a) Nitrogen adsorption measurements and (b) pore
diameter distributions of FPS48(80/20), FPS54(80/20), and
FPS57(80/20) after carbonization.
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potential for adsorption, oxygen reduction reactions, drug
delivery, and other applications.
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