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Abstract: This article presents novel poly(amidoamine) (PAMAM) dendrimer-modified with partially-
reduced graphene oxide (rGO) aerogels, obtained using the combined solvothermal synthesis-freeze-
casting approach. The properties of modified aerogels are investigated with varying synthesis
conditions, such as dendrimer generation (G), GO:PAMAM wt. ratio, solvothermal temperature,
and freeze-casting rate. Scanning electron microscopy, Fourier Transform Infrared spectroscopy,
Raman spectroscopy, X-ray photoelectron spectroscopy are employed to characterize the aerogels.
The results indicate a strong correlation of the synthesis conditions with N content, N/C ratio,
and nitrogen contributions in the modified aerogels. Our results show that the best CO2 adsorption
performance was exhibited by the aerogels modified with higher generation (G7) dendrimer at low
GO:PAMAM ratio as 2:0.1 mg mL−1 and obtained at higher solvothermal temperature and freeze-
casting in liquid nitrogen. The enclosed results are indicative of a viable approach to modify graphene
aerogels towards improving the CO2 capture.

Keywords: dendrimer; graphene oxide; hydrothermal synthesis; aerogel; adsorption

1. Introduction

Although vital for our society, the energy from fossil fuels also comes with an impor-
tant drawback due to CO2 emissions, which are considered to have the largest impact on
global warming and climate change. The development of carbon capture technologies is
seen as an effective way to mitigate such significant issues [1], and many alternatives have
been for such purposes [2,3]. Amongst these, the development of hybrid solid sorbents
based on porous materials with a high surface area, high pore volume adsorbent, and high
adsorption and desorption rates is still a challenging task.

Carbon nanomaterials are widely studied thanks to their preferential CO2 sorption.
Amongst these nanomaterials, graphene oxide (GO) offers high specific surface area, low-
cost alternative, and tunable surface chemistry for low-temperature CO2 capture, thanks
to the decorating hydroxyl and epoxide groups on the basal GO planes and carbonyl and
carboxyl groups at the GO sheet edges [4].

The three-dimensional (3D) porous aerogels obtained from reduced graphene oxide
(rGO) are considered promising sorbents for CO2 capture given their low density, intercon-
nected porous network, large surface area, and active sites, which in turn are dependent
on the synthesis route [5,6]. A two-step method based on simultaneous solvothermal
reduction and self-assembly of GO and a subsequent freeze-drying procedure has been
shown as a convenient approach for fabricating 3D GO-based aerogels [5,7–13]. Varying
solvothermal conditions have been studied for the gelation and self-assembly of GO, such
as temperature, duration, GO concentration, or GO flake size.

Since the capture properties of aerogel sorbents are greatly dependent on their porosity,
the freeze-casting method was proposed for templating well-defined porous structures by
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subsequent drying of frozen solvent crystals [14]. It was claimed that the freezing step is
rather more important than the drying as the pores mirror the frozen solvent crystals [15].
Thus, the size and shape of the crystals depend on the cooling rate [16], the extent of
freezing temperature, and solvent characteristics. It was reported that micropores become
denser, and the pore size decreases as the temperature of the cooling source decreases.
Enhanced properties of graphene aerogels, including thermal, electrical, and compressive
ones, were obtained by decreasing the freezing temperature from −10 to −196 ◦C [17].

The freeze-drying techniques are usually adopted to avoid the restacking process
of GO sheets upon partial reduction and result in high-surface area 3D structures [18].
However, the rGO is still decorated by residual oxygen-containing functional groups.
The chemical modification or functionalization of GO nanosheets [19] by exploiting their
oxygen functionalities as anchoring sites is considered a promising option—both to tune
their properties and to overcome the aggregation of GO nanosheets that occurs when
assembling GO nanomaterials into hierarchical architectures of interconnected sheets.

Small or large molecules containing amine groups have been reported for chemical
modification of epoxide and carboxylic groups in GO to tailor its surface chemistry to-
wards improved adsorption properties [10]. In this respect, poly(amidoamine) (PAMAM)
dendrimers have attracted interest as they are non-volatile molecules with a high density of
functional amine end groups and large surface area, thus providing an increased number of
active sites, which are requisites for producing structures with improved performance [20].
The number of functional amine groups on the surface of PAMAM dendrimer increases ex-
ponentially with the generation (G) of dendrimer. PAMAM dendrimers represent a favorite
alternative in several fields, such as electrochemical sensing or adsorption applications,
due to their relatively low production cost, biodegradability [21], and unique structural
properties, such as surface chemistry, controllable size and structure, hydrophilicity, and
chemical stability [22–24].

Although there are many controversies regarding the distribution of the terminal end
groups and their location on the surface of the molecule [25], which affect their surface
reactivity, the amine groups in PAMAM dendrimers present an interest in CO2 capture [26].
The primary amine groups in PAMAM were indicated to react strongly with CO2 to produce
a carbamate ion and a protonated base, while the tertiary amine group in PAMAM is not
supposed to react directly with CO2 like a primary and secondary amine because they take
the proton needed in the deprotonation step [27]. Kovvali and Sirkar were the first to report
carbon capture on G0 PAMAM dendrimer immobilized in the pores of a hydrophilized
microporous polymeric membrane [28]. Cross-linked poly(ethylene glycol) dimethacrylate
(PEGDMA) polymer matrix with immobilized PAMAM showed CO2/H2 selectivity of
30 at 40 ◦C [29]. The amount of CO2 that was adsorbed also increased upon loading of
amine-terminated G4 PAMAM dendrimer on cation-exchange clays [30]. CO2 adsorption
was also studied on a sequence of generations from 1 to 7 of PAMAM-intercalated talc [31].

Under the above considerations, the combination of PAMAM dendrimers and GO
nanomaterials has been proposed to develop hybrid structures with application in var-
ious fields, such as electrode applications or removing heavy metal ions from wastew-
ater [32–34]. However, there are few studies on PAMAM-modified GO structures for
CO2 capture.

This work reports a facile method to fabricate rGO aerogels modified with PAMAM
dendrimers by solvothermal process towards CO2 adsorption. Moreover, the effect of
freeze-casting rate on the formation of porous architectures is investigated. Since the
cross-linking between GO and PAMAM and CO2 binding sites in PAMAM (nitrogen-
containing groups) increase with the generation of dendrimer, it is of interest to investigate
the adsorption capacity as a function of dendrimer generation and GO:PAMAM ratio.
To the best of our knowledge, the effect of cross-linking between PAMAM and GO and
freeze-casting of the corresponding hydrogels to form 3D hierarchical architectures has not
been reported yet. Our combined hydrothermal-freeze-casting approach uses hydrogels
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of partially-reduced GO, obtained using hydrothermal synthesis. This novel approach is
sought to afford rGO aerogels of improved potential for environmental remediation.

2. Results and Discussion

This study investigated the solvothermal gelation of PAMAM modified GO-based hy-
drogels with the applied temperature, THT, from 110 to 140 ◦C. The cross-linking of GO with
PAMAM was also investigated with the dendrimer generation—namely, generation 3 (G3)
and generation 7 (G7), and the GO:PAMAM wt. ratio from 1:0.1 to 1:0.6 (mg mL−1). The
structure of the aerogels was tuned by varying the freeze-casting rate, and the resulting
hydrogels were subjected to a cooling environment of temperature TFC ranging from −5 to
−196 ◦C. The modified aerogels were obtained upon lyophilization of the freeze-cast hydro-
gels. The effect of synthesis parameters on the adsorption performance was investigated at
298 K. The schematics of the synthesis procedure are presented in Figure 1.
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Dendrimer characteristics, including size, shape, and number of amine groups on
the surface, are known to vary with generation. Thus, the hydrodynamic diameter of
PAMAM dendrimer is known to increase approximately 1 nm as each generation varies,
reaching about 3.6 nm and 8.1 nm for G3 and G7, while the shape of dendrimer changes
from planar elliptical to spherical one, for G3 and G7, respectively [35]. Moreover, it is
known that the dendrimer generations higher than 4 present voids that can be exploited for
complex formation; however, starting with generation 7, this core is inaccessible [36]. Thus,
for the sake of simplification of the functionalization mechanism, this work considered
dendrimers without core effects.

PAMAM-modified rGO hydrogels with a fixed concentration of GO of 2 mg mL−1

were prepared by adding a PAMAM solution into the aqueous GO suspension under
stirring in varying concentrations from 0.1 to 0.6 mg ml−1 and further subjection to hy-
drothermal synthesis at 140 ◦C for 4 h. All hydrogel shapes and dimensions were controlled
by fixed container shape and volume. A successful hydrogel formation was reported for
dendrimer concentration ranging from 0.1 to 0.6 mg mL−1. A GO:PAMAM wt. ratio as
low as 1:0.1 was employed, namely, a concentration of 0.2 mg mL−1 in the case of G3, in
agreement with the literature reporting such value as critical for self-assembling of rGO
sheets with PAMAM dendrimer (G4) [37], while for G7 dendrimer, the concentration could
be lowered to 0.1 mg mL−1 due to faster cross-linking as more amine groups decorate the
dendrimer surface.

The hydrogels were further subjected to varying freeze-casting and subsequently
freeze-dried (lyophilized). While gelation resulted in a similar appearance, the visual
inspection of the corresponding aerogel surface obtained upon lyophilization revealed
differences as a function of synthesis parameters. For example, Figure 2a,b depict the typical
PAMAM-modified rGO aerogels freeze-cast at TFC of −5 ◦C and −196 ◦C, exemplified for
the dendrimer G7 in a GO:PAMAM wt. ratio of 2:0.1 mg mL−1. As it can be observed,
the modified aerogels show a well-consolidated 3D structure. Lower TFC (higher freeze-
casting rate) results in more compact monoliths with small pores and improved mechanical
stability in comparison to the corresponding counterparts frozen at higher TFC, which is
attributed to the smaller size of ice water crystals induced by the high freezing rate [17].
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The effect of preparation parameters on the apparent density and pore volume was
further analyzed. Representative values are shown in Figure 2c. The results show that
the PAMAM-modified rGO aerogels exhibited ultra-low density varying from 2.8 to
4.15 mg cm−3. The density of PAMAM-modified rGO aerogels decreased with the in-
crease in THT to 140 ◦C, due to improved reduction and modification with PAMAM of GO
sheets, as suggested by comparing the rGO aerogel obtained in the absence and presence
of PAMAM. By comparing the aerogels obtained from G7 and G3 generations of PAMAM
dendrimer, it was observed that G7 resulted in lower density aerogels. This indicates a
higher degree of reduction/incorporation of dendrimer that is in line with the increase in
amine groups in this generation with respect to G3 one. Regarding the freeze-casting effect,
lower TFC was observed to lead to lower density aerogels for both generations, where the
lowest density was exhibited by the aerogels freeze-cast in liquid nitrogen. These results
are attributed to the homogeneous distribution of pores of smaller dimensions induced by
instantaneous templating with liquid nitrogen.

On the other hand, the estimated pore volume results show that increasing THT results
in higher pore volume suggesting a higher gelation rate. Using a dendrimer with a smaller
number of primary amine groups (G3) resulted in lower pore volume. This indicates a
lower cross-linking degree that agrees with the density evolution and can also be compared
to the aerogel obtained with and without dendrimer freeze-cast in liquid nitrogen. The
increase in the cooling rate resulted in higher pore volume for both dendrimer generations.
This is due to the smaller size of solvent ice crystals induced by higher freeze-casting rate,
resulting in a better-consolidated monolith with well-separated rGO sheets.

The morphology of PAMAM-modified rGO aerogels was studied by SEM microscopy.
First, a slow freeze-cast was applied (−5 ◦C), to study the effects of functionalization
with dendrimer and gelation temperature, THT. It was observed that the addition of
dendrimer (GO:PAMAM 2:0.2 mg mL−1 ratio) generally resulted in interconnected porous
microstructure with thinner rGO sheets, thus better separation degree, as demonstrated
in Figure 3. The introduction of dendrimer resulted in improved distribution of thinner
rGO sheets as evidenced by comparison with the size and opacity of rGO sheets in the
non-modified aerogel that appears stacked in a non-homogeneous distribution. For a
given concentration of dendrimer, thinner (more transparent) rGO sheets were observed
in the resulting aerogels by modification with higher generation (G7) that is attributed to
dendrimer size characteristics. It was reported that the cross-linking between the PAMAM
dendrimers and rGO sheets proceeds between the amine groups at the surface of dendrimer
and carboxylic groups in rGO [38]. Thus, in the case of G3, a planar molecule, the interaction
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would proceed horizontally from plane to plane. Whereas, in the case of the G7, the rGO
sheets would be intercalated with globular dendrimer molecules of an increased size where
the amine groups at the surface of the globular dendrimer are protonated by the carboxylic
groups in rGO sheets, and thus, a more exfoliated structure is obtained [37].
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The effect of THT was observed to be similar irrespectively of the dendrimer generation,
as depicted in Figure 4. Thus, a lower temperature is observed to allow random higher
rGO sheet stacking, indicating low functionalization degree and reduction rate. Whereas,
by increasing the THT from 110 to 140 ◦C, the rGO sheets become thinner and better
distributed, indicating improved functionalization. On the other hand, the pores in the
aerogel are known to mirror the solvent ice crystals in the corresponding hydrogel upon
freeze-drying, because the rGO sheets are repelled by ice crystals. Therefore, freeze-casting
with liquid nitrogen generates a higher temperature gradient and instantaneous ice crystal
formation with smaller size with respect to freeze-casting with lower TFC, such as that
employed in a common freezer environment. This induces a predominant growth of the
solvent crystal, with respect to the nucleation, and results in stacked rGO sheets along the
ice crystals [39].
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Further, the effect of TFC was investigated. Figure 5a,b show the effects on the mor-
phology of rGO aerogels obtained at THT of 140 ◦C as a function of TFC in the absence of
dendrimer. The results show that a lower freezing rate is detrimental for the homogeneous
distribution of the rGO sheets and the pores, as the samples show randomly stacked rGO
sheets (see Figures 3a and 5a), which agrees with reported literature [14]. A higher freeze-
casting rate (Figure 5b) resulted in more regular pattern of the pores in the aerogel, as well
as homogeneously distributed rGO sheets of smaller size with a lower stacking degree
than the ice water seeding became predominant. A combined effect of freeze-casting at
high rate and dendrimer is further shown in Figure 5c,d. For exemplification, the images
depict the rGO aerogels modified with G3 PAMAM at a concentration ratio 2:0.6 mg mL−1.
It is clearly observed that upon addition of G3 dendrimer, the corresponding modified
aerogel exhibits thinner rGO sheets and smaller, better distributed pores (see Figure 3a
vs. Figure 5c for freeze-casting at −5 ◦C and Figure 5b vs. Figure 5d for freeze-casting at
−196 ◦C). The highest freeze-casting rate (−196 ◦C) resulted in dendrimer-modified rGO
aerogels with the thinnest rGO sheets and improved pore distribution, which also induced
the best mechanical integrity.
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Figure 5. SEM images of un-modified rGO aerogels freeze-cast at: (a) −20 ◦C and (b) −196 ◦C and
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The typical FTIR spectra of PAMAM-modified rGO aerogels are depicted in Figure 6.
The parent GO exhibited typical bands at about 1720 cm−1, 1610 cm−1, 1246 cm−1, and
1045 cm−1 and a wide band at 3200–3700 cm−1 attributed to carboxylic C=O, C=C, C–O–C,
C–O, as well as O–H, respectively. Upon modification with dendrimer and formation of
aerogel, the spectra showed less intercalated water molecules given that the corresponding
wide band is less intense and the bands at 1720 cm−1 were absent, which is indicative of
the lack of carboxylic groups. On the other hand, new peaks emerged at 1532 cm−1, which
is characteristic for N–H vibration of amide groups, at 1246 and 1028 cm−1, which are
attributed to C–N bonds and another vibration band at 1628 cm−1 assigned to amide C=O
stretching vibration mode [40]. The new bands confirm the incorporation of PAMAM into
the rGO aerogels by cross-linking between the carboxylic groups in GO and amine groups
in PAMAM dendrimers [37,38,41–43]. By comparing the effect of dendrimer generation
(primary amine group number) and THT, it can be observed that above mentioned spectra
modifications occur already at lower THT in the case of PAMAM G3, while G7 results
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in weaker modification of the bands. The difference is evident from the evolution of
the band at 1720 cm−1 that disappears for G3 modified rGO aerogels, while it is still
present in G7 modified ones. This indicates the carboxylic groups in GO interacted with
the amine groups in the G3 dendrimer, while the interaction with those in G7 appeared
absent. However, by increasing the THT, both dendrimer generations result in modified
FTIR bands, confirming their incorporation and indicate enhanced kinetics of amidation
reaction with the synthesis temperature. This behavior could be explained by the access
of the amine groups in the dendrimers for cross-linking with the carboxylic groups in
GO, which is related to the characteristics of the dendrimers. Besides the size and shape
effects, the number of amine groups on the surface is important in this regard as it increases
exponentially with the generation (G3, G7), reaching 32 and 512 groups, respectively, which
translates in a smaller distance between the functional groups and flexibility in G7 as
compared to G3. It was reported that higher generations starting with G7 exhibit steric
hindrance of the repetitive amide branches [44]. Therefore, the FTIR results suggest the
planar shape and higher distance between the amine groups in the dendrimer G3 are
favorable for amidation with carboxylic groups in GO also at lower THT due to easier
accessibility, while for the spherical G7 dendrimer, a higher THT is needed to enhance the
access of carboxylic groups in the GO sheets to the amines for amidation reaction.
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XPS was further used to analyze the surface chemical nature of the PAMAM-modified
rGO aerogels. The XPS results on N and O content, shown in Table 1, indicate that modifi-
cation with a higher generation of dendrimer (G7) at increased THT results in increased N
content both as wt.% and N/C ratio, which could be attributed to the higher number of
amine groups in the higher generation of dendrimer and favorable interaction dendrimer-
GO at higher process temperature. On the other hand, this synthesis approach also results
in lower oxygen content, indicating a higher degree of reduction, which agrees with FTIR
results. The freeze-casting at low TFC by using liquid nitrogen appears to result in the
highest nitrogen content in the modified aerogel, most probably because the smaller ice
water crystals formed at such rate do not disrupt the network between dendrimer and
rGO formed during the hydrothermal process. Moreover, it was suggested that oversized
solvent crystals could damage the GO sheets, as well [17].
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Table 1. Chemical composition wt.% by XPS measurements and elemental analysis. (sample notation:
generation/mg mL−1 of dendrimer/THT, ◦C/TFC, ◦C).

Sample
XPS Analysis Elemental Analysis

N, % N/C O/C N, % N/C

G3/0.2/140/−5 0.29 0.004 0.43 0.54 0.01

G7/0.1/140/−5 1.6 0.033

G7/0.2/140/−196 4.45 0.066 0.41

G7/0.2/140/−5 1.03 0.014 0.34 1.5 0.03

G7/0.2/110/−5 0.75 0.01 0.36 1.28 0.026

A similar evolution of N content was observed by an elemental analysis, as presented
in Table 1. In general, these values were higher than the ones from XPS measurements.
Although low, the N content appears in line with other works reporting values around
3% [45,46]. The N content in terms of wt.% in the modified rGO aerogel increased with
the dendrimer generation [37], which is attributed to the increased number of primary
amine groups and interaction with GO, as well as with the THT, in agreement with the
FTIR results. The N density, expressed by the ratio N/C followed the same trend, reaching
N/C values similar to the literature [47].

XPS high resolution spectra of C1s and N1s peaks are depicted in Figure 7 as a function
of dendrimer generation and temperature of hydrothermal process. The deconvolution of
C1s spectra of PAMAM-modified rGO aerogels depicted in Figure 4a showed the curves fit
to a 4-peak component [40] with bonding energies at 284.55 eV, 285.42 eV, 286.7 eV, and
287.8 eV, respectively, being attributed to C=C species, C–N, C–O, and O=C–N species [48],
which indicate that the PAMAM dendrimers were successfully grafted on the surface of
rGO sheets. As dendrimer generation increased from 3 to 7, the contribution of O=C–N
species increased. C–N also increased, due to the increased interaction of carboxylic
groups in GO with amine groups in dendrimer. The successful introduction of dendrimers
into rGO aerogels was also proved by the high resolution N1s spectra, as depicted in
Figure 7b. It can be observed that the spectra of PAMAM-modified rGO aerogels were
deconvoluted to one component, located at about 401.45 eV in the case of modification with
G3 dendrimer, and two components, located at 399.75 eV and 401.46 eV in the case of G7.
These are attributed to amine N bonds and amide N bonds, respectively [49]. The amine N
is attributed to the amine groups in the PAMAM, and its contribution was observed with
the increase in PAMAM generation, since G7 increased the number of amine groups. It was
also found that the contribution to the total N content of amine N configuration increased
with increasing THT, in agreement with the FTIR results.
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Raman spectroscopy was further applied to investigate the electronic structure of the
PAMAM-modified rGO aerogels. Typical spectra of dendrimer-modified rGO aerogels
(0.2 mg mL−1) obtained at THT of 140 ◦C are depicted in Figure 8 as a function of dendrimer
generation and TFC. All spectra were observed to exhibit the bands typical of GO, namely,
a band located at about 1585 cm−1 (G band) ascribed to in-phase vibration of the E2g mode
of graphite lattice and the band located at about 1340 cm−1 (D band) ascribed to the
defects in the rGO lattice and the edge effect of graphene crystallites [50]. The presence
of dendrimer in the modified rGO aerogels is indicated by the evolution of the band
located at about 1047 cm−1 present in all spectra, which represents a vibration due to
coupling of skeletal stretching and amine modes [50]. For evaluating the disorder in the
lattice and defects in modified rGO sheets, the intensity ratio between the D and G bands
(ID/IG) is typically employed. Generally, it was observed that slow freeze-casting results
in a higher intensity ratio, which is explained by the disruption of the rGO sheets, due
to the formation of oversized solvent ice crystals [17]. The dendrimer molecules could
serve as a spacer, meaning the disruption of the modified rGO sheets will have a less
extent, and thus, a slightly lower intensity ratio is obtained upon modification with the
G3 dendrimer molecules. On the other hand, the introduction of G7 dendrimer with
increased amine groups leads to greater interaction with the carboxylic groups in rGO,
resulting in a slightly higher intensity ratio. These effects are observed both at slow and
fast freeze-casting. The difference in intensity ratio is much smaller at fast freeze-casting,
since the almost instantaneously frozen, and thus, less defective rGO sheets are obtained.
It is suggested that the defects in rGO lattice are governed by the formation of solvent
crystals at a low freezing rate, while modification with dendrimer is more evident in the
case of G7 molecules. This is based on the above observations and on a slight shift in
G band for the fast freeze-casting of un-modified rGO aerogel (1593 cm−1) with respect
to the dendrimer-modified one (1591 cm−1), due to the charge transfer between GO and
PAMAM [37], while the interaction with dendrimer did not appear to affect the G band
position in the case of low freeze-casting rate.
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The pore characteristics play an important role in developing a high-capacity porous
adsorbent. Thus, to characterize porous structures with pore size within 100 nm, nitrogen
adsorption/desorption analysis at 77 K is usually employed. According to the sorption
isotherms, the porosity characteristics were calculated, and the results are listed in Table 2.
The BET results are consistent with the FTIR results, internal nanostructure, and apparent
density mentioned above. The SSA values calculated by the BET method were between 50
and 111 m2 g−1. The increase in THT resulted in higher SSA, being attributed to improved
interaction between the dendrimer and rGO sheets. The increase in the freeze-casting rate
(lower TFC) resulted in slightly decreased SSA, and it is attributed to the formation of small
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pores due to the increased number of smaller solvent ice crystals. However, almost 2-fold
SSA was obtained with a lower dendrimer concentration, for both generations. This may
indicate a steric hindrance of the amine groups at higher concentration values. At the same
concentration, the modification with higher generation dendrimer resulted in smaller SSA,
which might be explained by much smaller pores due to increased interaction. The highest
values of total pore volume TVp (0.15 cm3 g−1) were exhibited by the aerogels obtained at
140 ◦C, freeze-cast at low TFC, and containing a low concentration of dendrimer.

Table 2. Nitrogen adsorption results as a function of synthesis conditions. (sample notation: genera-
tion/mg mL−1 of dendrimer/THT, ◦C/TFC, ◦C).

Sample SSA
m2 g−1

TVp
cm3 g−1

SABJH
m2 g−1

VBJH
cm3 g−1

E0
kJ mol−1

VDR
cm3 g−1

SADR
m2 g−1

G7/0.2/110/−5 68.2 0.08 125 0.132 9.2 0.004 12.2
G7/0.2/140/−5 109 0.11 172 0.177 6.478 0.013 36.2
G7/0.1/140/−20 87.4 0.09 165 0.186 7.051 0.010 29.1
G7/0.2/140/−196 50.1 0.08 113 0.192 14.6 0.007 19.6
G7/0.1/140/−196 108.2 0.14 185 0.236 15.23 0.008 22.7
G3/0.6/140/−196 82 0.11 122 0.204 14.32 0.007 19.6
G3/0.2/140/−196 111 0.15 194 0.306 14.68 0.010 28.7

Besides the BET analysis, the desorption branch of the nitrogen isotherm was analyzed
with the BJH model for the mesopore surface area, and average pore diameter and volume.
The BJH pore area was found higher than SSA. The mesopore surface area and pore volume
followed a similar trend with the fabrication conditions as the SSA values, and they ranged
from 113 to 194 m2 g−1 and from 0.132 to 0.306 cm3 g−1, respectively. The BJH results
also indicated pores with diameters between 1.9 and 2.4 nm consistent with mesoporous
characteristics (2 nm < diameter < 50 nm) in the PAMAM-modified rGO aerogels.

The DR model was used to complement the study on porosity with respect to micro-
pores with the volume VDR, surface area SADR, the characteristic energy of adsorption
(E0, kJ mol−1). The results indicated a 10 times smaller micropore surface area with respect
to mesopore surface area, while the micropore volume was even much lower than the
correspondent mesopore volume. The highest energy of adsorption was obtained for the
aerogels modified with a lower concentration of dendrimer, higher THT, and freeze-cast at
a fast rate—which agrees with the BET and BJH results.

The adsorption capacity for both CO2 and N2 at 298 K of the dendrimer-modified rGO
aerogels are further shown in Figure 9. The effect of THT on the uptake of G7-modified
rGO aerogels (0.2 mg mL−1, freeze-cast at −5 ◦C), depicted in Figure 9a, shows an increase
in CO2 uptake with THT. Moreover, the low adsorption of N2 was exhibited in both cases
and the adsorption selectivity for CO2 over N2 was observed to increase with THT from 9
to 21. These results may be attributed to increased functionalization and N content with
THT, in agreement with FTIR, XPS, and EDS results. The modified aerogels freeze-cast
at varying TFC (not shown) exhibited CO2 uptake ranging from 1.14 to 1.02 mmol g−1,
slightly decreasing with TFC, which are attributed to the pore characteristics shown in
Table 2. However, given the improved mechanical stability and increased N/C ratio, and
lower defect degree obtained by freeze-casting at high TFC, the highest freezing rate was
further selected to investigate the effect of dendrimer. Thus, Figure 9b shows the effect of
concentration and generation of dendrimer over the selective adsorption of CO2 over N2
on the modified aerogels obtained at THT of 140 ◦C and TFC of −196 ◦C.
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It was observed that the high concentration of G7 dendrimer exhibited lower CO2
uptake of 1.02 mmol g−1, which could be due to lower SSA, SABJH, and low TVp, as
depicted in Table 2. The lower efficiency may also be attributed to lower accessibility to
active sites as the terminal primary amine groups are close to the dendrimer core, and thus,
they are unavailable for adsorption [31]. On this premise, it was observed that by using a
dendrimer with a lower number of amine groups, thus with reduced steric hindrance, the
CO2 uptake increases, in agreement with the increase in SSA, SABJH, and TVp. A higher
concentration of dendrimer is detrimental to further improvement in performance, most
probably due to stacking and lowered porosity, as shown in Table 2, or lower distribution
of dendrimer in the aerogel network [26,51]. Although the pore characteristics did not
improve any further, the best uptake performance (1.52 mmol g−1) was obtained at the
lowest concentration of dendrimer of high generation, which is attributed to improved
interaction between dendrimer and rGO. The number of amine groups increased, as
supported by the N/C values depicted in Table 1, which also increased at lower dendrimer
concentration of higher generation and by XPS results, indicating an increased contribution
in amine N bonds at higher generation dendrimer. The selectivity for CO2 over N2 increased
in the same trend, from 11 to 21 and 38 for the modified aerogels with 0.2 mg mL−1 G7,
0.2 mg mL−1 G3, and 0.1 mg mL−1 G7, respectively. These results indicate the adsorption
performance was not only affected by pore characteristics, but also by N content in terms
of N/C ratio and nitrogen binding contributions to total nitrogen content, as indicated in
recent literature [7,8,10,52].

The obtained adsorption performance agreed the reported literature [53]. Although it
is difficult to perform a straightforward comparison with available reports due to many
parameters involved in the measurements, including the conditions for degassing (here, a
temperature below 100 ◦C was applied so as not to induce a supplementary reduction of
GO material), values between 1 and 1.5 mmol g−1 have been reported for other sorbents
degassed in similar conditions [54–56].

3. Materials and Methods

The reagents (Alfa Aesar, Madrid, Spain) used in this study were employed as received.
The GO aqueous slurry was provided by Graphenea SA (Donostia, Spain). Prior to use, the
aqueous dispersion of GO flakes (2 mg mL−1) was obtained by ultrasound bath treatment
for 1 h. Generation 3 and 7 of PAMAM dendrimers were purchased from Sigma Aldrich
(Madrid, Spain) and kept in a common freezer until use.
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PAMAM dendrimer was added to GO dispersion in a concentration ranging from 0.1
to 0.6 mg mL−1. PAMAM generation 3 (G3) with 32 amine groups on the periphery and
generation 7 (G7) with 512 peripheric amine groups were considered in the study for the
effect of the number of amine groups. Upon 15 min sonication, the mixtures were subjected
to gelation by solvothermal approach for 4 h at a temperature value ranging from 110 to
140 ◦C (temperature in solvothermal process, THT). The simultaneous thermal reduction
and cross-linking with dendrimer was applied to partially reduce the GO, and thus, to
tune the C/O ratio in rGO. Cylindrical hydrogels were obtained with diameter and height
controlled by the shape of the container.

The as-prepared hydrogels were frozen under varying freezing rates by subjecting
the containers to different cooling conditions ranging from −5 to −196 ◦C (freeze-casting
temperature, TFC). The cooling conditions were achieved by using a common freezer,
refrigerant mixture water/ethylene glycol, and liquid nitrogen. The duration of exposure
to cold conditions was 48 h, except for the samples obtained by exposure to liquid nitrogen,
which were frozen instantaneously. The frozen specimens were subjected to freeze-drying
by sublimation at 20 ◦C for 48 h at 0.015 mbar to remove the ice water crystals and obtain
the corresponding aerogels. No further reduction of aerogels was performed.

The apparent aerogel density was estimated by dividing the weight w of the aerogels
by their volume V (triplicate measurements), and measured with a caliper (measurement
error is estimated as ±10%). The total pore volume (Vp) was calculated by using the
relationship Vp = V−w/ρrGO, where ρrGO is the density of rGO assumed as 1.06 g cm−3 [57].
The morphology of the aerogels (top, down, and middle section) was studied by using
a scanning electron microscope (SEM, JSM 6300 JEOL, Tokyo, Japan). Energy Dispersive
X-Ray Spectrometer (EDS, Oxford Instruments, Bristol, UK) was employed for elemental
composition measurements. Flash combustion (average of three sample measurements)
was employed to analyze the nitrogen content in the modified aerogels by using a Flash
Smart Eager 200 (Thermo Scientific, Madrid, Spain) analyzer. The modification of the
functional groups in rGO aerogels was assessed by means of Fourier-transform infrared
spectroscopy (FTIR) in ATR mode in the spectral window of 4000–400 cm−1 with an
FT/IR-6200 (Jasco, Madrid, Spain) spectrometer. The nitrogen contributions in the modified
aerogels were studied by X-ray Photoelectron Spectroscopy (XPS) by using a photoelectron
spectrometer VG-Microtech Multilab 3000 (Thermo Fisher Scientific Inc., Waltham, MA,
USA). Curve deconvolution was performed using CASAXPS 2.3.17 software (Casa Software
Ltd., Wilmslow, Cheshire, UK) by applying a Shirley baseline subtraction and a Gaussian–
Lorentzian (70%:30%) peak shape. Raman spectra were acquired on an Xplora spectroscope
employing a 532 nm laser (Horiba, Villeneuve d’Ascq, France). Nitrogen adsorption
isotherms measured at 77 K on an ASAP 2420 analyzer (Micromeritics, Norcross, GA, USA)
were performed for the specific surface areas (SSA) of PAMAM-modified rGO aerogels
using the Brunauer–Emmett–Teller (BET) method. Total pore volume was measured at
a relative pressure of 0.95 for pores below 50 nm diameter. The mesopore surface area
(SABJH) and mesopore volume (VBJH) were both analyzed by the Barrett–Joyner–Halenda
(BJH) method, using the data of the desorption branch. Dubinin–Radushkevich (DR) model
was applied for the analysis of the micropore surface area (SADR) and micropore volume
(VDR). Measurements were performed in triplicate.

To assess the adsorption performance of the PAMAM-modified rGO aerogels, the
samples were first outgassed under vacuum at 80 ◦C for 24 h and further subjected to CO2
adsorption/desorption measurements at 298 K. The isotherms were recorded up to 1 bar
on ASAP 2420 analyzer (Micromeritics, Norcross, GA, USA). Selective CO2 adsorption
over N2 was determined by also measuring the N2 adsorption performance at 298 K. The
selectivity was calculated as mentioned elsewhere [58].

4. Conclusions

PAMAM dendrimers were employed to modify rGO aerogels by a combined hydrothermal-
freeze-casting approach. The properties of modified aerogels were studied with varying
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parameters (generation and concentration of dendrimer, hydrothermal synthesis tempera-
ture, and freeze-casting temperature). The results indicated improved functionalization
with dendrimer and N/C ratio of the aerogels by increasing the hydrothermal temperature
from 110 to 140 ◦C. The XPS results showed that the rGO aerogels that were modified with
generation 7 dendrimer exhibited different nitrogen contributions with respect to those
modified with generation 3—namely, pyrrolic, which was present beside the graphitic
nitrogen contribution. By lowering the freeze-casting temperature from −5 to −196 ◦C,
more homogeneous, better mechanically stable aerogels can be obtained, which also exhibit
increasing N content attributed to lower disruption of the aerogel network. An increased
concentration of dendrimer (0.2 mg mL−1 for generation 7 and 0.6 mg mL−1 for genera-
tion 3) was shown to detrimental improve adsorption performance, likely due to steric
hindrance to active sites. The best performance, in terms of CO2 capture and selectiv-
ity over N2, was exhibited by the aerogel modified with higher generation at the lowest
concentration—reaching the values of 1.52 mmol g−1 of adsorbed CO2 and 38 for selectivity
Our results indicate that adsorption performance can be tailored by a proper balance of
porosity and N/C in the aerogels.
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Graphene oxide hybrid with Sulfur—Nitrogen polymer for high-performance pseudocapacitors. J. Am. Chem. Soc. 2019, 141,
482–487. [CrossRef] [PubMed]

20. Kavosi, B.; Hallaj, R.; Teymourian, H.; Salimi, A. Au nanoparticles/PAMAM dendrimer functionalized wired ethyleneamine-
viologen as highly efficient interface for ultra-sensitive α-fetoprotein electrochemical immunosensor. Biosens. Bioelectron. 2014, 59,
389–396. [CrossRef] [PubMed]

21. Kim, Y.; Adhikari, P.D.; Jeon, S.; Park, C.-Y.; Jung, D.S.; Cha, M.-J. Immobilization of carbon nanotubes on functionalized graphene
film grown by chemical vapor deposition and characterization of the hybrid material. Sci. Technol. Adv. Mater. 2014, 15, 015007.

22. Baghayeri, M.; Alinezhad, H.; Tarahomi, M.; Fayazi, M.; Ghanei-Motlagh, M.; Maleki, B. A non-enzymatic hydrogen peroxide
sensor based on dendrimer functionalized magnetic graphene oxide decorated with palladium nanoparticles. Appl. Surf. Sci.
2019, 478, 87–93. [CrossRef]

23. Jayakumar, K.; Camarada, M.B.; Dharuman, V.; Rajesh, R.; Venkatesan, R.; Ju, H.; Maniraj, M.; Rai, A.; Barman, S.R.; Wen, Y.
Layer-by-Layer-Assembled AuNPs-Decorated First-Generation Poly(amidoamine) Dendrimer with Reduced Graphene Oxide
Core as Highly Sensitive Biosensing Platform with Controllable 3D Nanoarchitecture for Rapid Voltammetric Analysis of
Ultratrace DNA Hybridization. ACS Appl. Mater. Interfaces 2018, 10, 21541–21555.

24. Diallo, M.S.; Christie, S.; Swaminathan, P.; Johnson, J.H.; Goddard, W.A. Dendrimer enhanced ultrafiltration. 1. Recovery of Cu(II)
from aqueous solutions using PAMAM dendrimers with ethylene diamine core and terminal NH 2 groups. Environ. Sci. Technol.
2005, 39, 1366–1377. [CrossRef] [PubMed]

25. Boris, D.; Rubinstein, M. A self-consistent mean field model of a starburst dendrimer: Dense core vs dense shell. Macromolecules
1996, 29, 7251–7260. [CrossRef]

26. Fadhel, B.; Hearn, M.; Chaffee, A. CO2 adsorption by PAMAM dendrimers: Significant effect of impregnation into SBA-15.
Microporous Mesoporous Mater. 2009, 123, 140–149. [CrossRef]

27. Huang, J.; Zou, J.; Ho, W.S.W. Carbon dioxide capture using a CO2-selective facilitated transport membrane. Ind. Eng. Chem. Res.
2008, 47, 1261–1267. [CrossRef]

28. Kovvali, A.S.; Sirkar, K.K. Dendrimer liquid membranes: CO2 separation from gas mixtures. Ind. Eng. Chem. Res. 2001, 40,
2502–2511. [CrossRef]

29. Duan, S.; Kai, T.; Taniguchi, I.; Kazama, S. Development of poly(amidoamine) dendrimer/poly(ethylene glycol) hybrid mem-
branes for CO2 capture at elevated pressures. Energy Procedia 2014, 63, 167–173. [CrossRef]

30. Shah, K.J.; Imae, T.; Shukla, A. Selective capture of CO2 by poly(amido amine) dendrimer-loaded organoclays. RSC Adv. 2015, 5,
35985–35992. [CrossRef]

31. Andrade, M.A.S.; Pastore, H.O. Toward a Delaminated Organotalc: The Use of Polyamidoamine Dendrons. ACS Appl. Mater.
Interfaces 2016, 8, 1884–1892. [CrossRef]

32. Kim, J.M.; Kim, J.; Kim, J. Covalent decoration of graphene oxide with dendrimer-encapsulated nanoparticles for universal
attachment of multiple nanoparticles on chemically converted graphene. Chem. Commun. 2012, 48, 9233–9235. [CrossRef]

33. Yuan, Y.; Zhang, G.; Li, Y.; Zhang, G.; Zhang, F.; Fan, X. Poly(amidoamine) modified graphene oxide as an efficient adsorbent for
heavy metal ions. Polym. Chem. 2013, 4, 2164–2167. [CrossRef]

34. Zhang, F.; Wang, B.; He, S.; Man, R. Preparation of Graphene-Oxide/Polyamidoamine Dendrimers and Their Adsorption
Properties toward Some Heavy Metal Ions. J. Chem. Eng. Data 2014, 59, 1719–1726. [CrossRef]

35. Bahadir, E.B.; Sezgintürk, M.K. Poly(amidoamine) (PAMAM): An emerging material for electrochemical bio(sensing) applications.
Talanta 2016, 148, 427–438. [CrossRef]

36. Esumi, K.; Suzuki, A.; Aihara, N.; Usui, K.; Torigoe, K. Preparation of gold colloids with UV irradiation using dendrimers as
stabilizer. Langmuir 1998, 14, 3157–3159. [CrossRef]

37. Piao, Y.; Wu, T.; Chen, B. One-Step Synthesis of Graphene Oxide-Polyamidoamine Dendrimer Nanocomposite Hydrogels by
Self-Assembly. Ind. Eng. Chem. Res. 2016, 55, 6113–6121. [CrossRef]

38. Rafi, M.; Samiey, B.; Cheng, C.-H. GO/PAMAM as a High Capacity Adsorbent for Removal of Alizarin Red S: Selective Separation
of Dyes. Acta Chim. Slov. 2020, 2020, 1124–1138. [CrossRef]

39. Chen, W.; Huang, Y.X.; Li, D.B.; Yu, H.Q.; Yan, L. Preparation of a macroporous flexible three dimensional graphene sponge using
an ice-template as the anode material for microbial fuel cells. RSC Adv. 2014, 4, 21619–21624. [CrossRef]

40. Ma, Y.X.; Xing, D.; Shao, W.J.; Du, X.Y.; La, P.Q. Preparation of polyamidoamine dendrimers functionalized magnetic graphene
oxide for the adsorption of Hg(II) in aqueous solution. J. Colloid Interface Sci. 2017, 505, 352–363. [CrossRef]

http://doi.org/10.1038/nmat3001
http://doi.org/10.1039/C9NR07861D
http://www.ncbi.nlm.nih.gov/pubmed/31916554
http://doi.org/10.1039/c2ta00820c
http://doi.org/10.1021/jacs.8b11181
http://www.ncbi.nlm.nih.gov/pubmed/30517783
http://doi.org/10.1016/j.bios.2014.03.049
http://www.ncbi.nlm.nih.gov/pubmed/24755256
http://doi.org/10.1016/j.apsusc.2019.01.201
http://doi.org/10.1021/es048961r
http://www.ncbi.nlm.nih.gov/pubmed/15787379
http://doi.org/10.1021/ma960397k
http://doi.org/10.1016/j.micromeso.2009.03.040
http://doi.org/10.1021/ie070794r
http://doi.org/10.1021/ie0010520
http://doi.org/10.1016/j.egypro.2014.11.017
http://doi.org/10.1039/C5RA04904K
http://doi.org/10.1021/acsami.5b09963
http://doi.org/10.1039/c2cc31780j
http://doi.org/10.1039/c3py21128b
http://doi.org/10.1021/je500219e
http://doi.org/10.1016/j.talanta.2015.11.022
http://doi.org/10.1021/la980162x
http://doi.org/10.1021/acs.iecr.6b00947
http://doi.org/10.17344/acsi.2020.5963
http://doi.org/10.1039/C4RA00914B
http://doi.org/10.1016/j.jcis.2017.05.104


Int. J. Mol. Sci. 2021, 22, 9333 15 of 15

41. Park, S.; Dikin, D.A.; Nguyen, S.T.; Ruoff, R.S. Graphene oxide sheets chemically cross-linked by polyallylamine. J. Phys. Chem. C
2009, 113, 15801–15804. [CrossRef]

42. Nonahal, M.; Rastin, H.; Saeb, M.R.; Sari, M.G.; Moghadam, M.H.; Zarrintaj, P.; Ramezanzadeh, B. Epoxy/PAMAM dendrimer-
modified graphene oxide nanocomposite coatings: Nonisothermal cure kinetics study. Prog. Org. Coat. 2018, 114, 233–243.
[CrossRef]

43. Rafi, M.; Samiey, B.; Cheng, C.H. Study of adsorption mechanism of congo red on graphene oxide/PAMAM nanocomposite.
Materials 2018, 11, 496. [CrossRef]

44. Taghavi, N.; Azar, P.; Mutlu, P.; Khodadust, R.; Gunduz, U. Poly(amidoamine) (PAMAM) Nanoparticles: Synthesis and Biomedical
Applications Poli(amidoamin) (Pamam) Nanopartiküller: Sentezi ve Biyomedikal Uygulamaları. Hacet. J. Biol. Chem. 2013, 41,
289–299.

45. Wang, R.; Xu, C.; Sun, J.; Gao, L.; Yao, H. Solvothermal-induced 3D macroscopic SnO2/nitrogen-doped graphene aerogels for
high capacity and long-life lithium storage. ACS Appl. Mater. Interfaces 2014, 6, 3427–3436. [CrossRef] [PubMed]

46. Baskakov, S.A.; Manzhos, R.A.; Lobach, A.S.; Baskakova, Y.V.; Kulikov, A.V.; Martynenko, V.M.; Milovich, F.O.; Kumar, Y.;
Michtchenko, A.; Kabachkov, E.N.; et al. Properties of a granulated nitrogen-doped graphene oxide aerogel. J. Non-Cryst. Solids
2018, 498, 236–243. [CrossRef]

47. Rasines, G.; Lavela, P.; Macías, C.; Zafra, M.C.; Tirado, J.L.; Ania, C.O. On the use of carbon black loaded nitrogen-doped carbon
aerogel for the electrosorption of sodium chloride from saline water. Electrochim. Acta 2015, 170, 154–163. [CrossRef]

48. Zhou, S.; Xue, A.; Zhang, Y.; Li, M.; Li, K.; Zhao, Y.; Xing, W. Novel polyamidoamine dendrimer-functionalized palygorskite
adsorbents with high adsorption capacity for Pb2+ and reactive dyes. Appl. Clay Sci. 2015, 107, 220–229.

49. Ma, Y.; La, P.; Lei, W.; Lu, C.; Du, X. Adsorption of Hg(II) from aqueous solution using amino-functionalized graphite nanosheets
decorated with Fe3O4 nanoparticles. Desalination Water Treat. 2015, 57, 5004–5012. [CrossRef]

50. Samadaei, F.; Salami-Kalajahi, M.; Roghani-Mamaqani, H.; Banaei, M. A structural study on ethylenediamine- and
poly(amidoamine)-functionalized graphene oxide: Simultaneous reduction, functionalization, and formation of 3D structure.
RSC Adv. 2015, 5, 71835–71843. [CrossRef]

51. Gallégo, J.C.; Jaber, M.; Miehé-Brendlé, J.; Marichal, C. Synthesis of new lamellar inorganic-organic talc-like hybrids. New J. Chem.
2008, 32, 407–412.

52. Taniguchi, I.; Wada, N.; Kinugasa, K.; Higa, M. CO2 capture by polymeric membranes composed of hyper-branched polymers
with dense poly(oxyethylene) comb and poly(amidoamine). Open Phys. 2017, 15, 662–670. [CrossRef]

53. Chowdhury, S.; Balasubramanian, R. Highly efficient, rapid and selective CO2 capture by thermally treated graphene nanosheets.
J. CO2 Util. 2016, 13, 50–60. [CrossRef]

54. López-Aranguren, P.; Builes, S.; Fraile, J.; López-Periago, A.; Vega, L.F.; Domingo, C. Hybrid aminopolymer-silica materials for
efficient CO2 adsorption. RSC Adv. 2015, 5, 104943–104953. [CrossRef]

55. Meng, L.Y.; Park, S.J. Effect of exfoliation temperature on carbon dioxide capture of graphene nanoplates. J. Colloid Interface Sci.
2012, 386, 285–290. [CrossRef]

56. Alghamdi, A.A.; Alshahrani, A.F.; Khdary, N.H.; Alharthi, F.A.; Alattas, H.A.; Adil, S.F. Enhanced CO2 adsorption by nitrogen-
doped graphene oxide sheets (N-GOs) prepared by employing polymeric precursors. Materials 2018, 11, 578. [CrossRef]

57. Rafiee, M.A.; Rafiee, J.; Wang, Z.; Song, H.; Yu, Z.Z.; Koratkar, N. Enhanced mechanical properties of nanocomposites at low
graphene content. ACS Nano 2009, 3, 3884–3890. [CrossRef]

58. Sui, Z.Y.; Han, B.H. Effect of surface chemistry and textural properties on carbon dioxide uptake in hydrothermally reduced
graphene oxide. Carbon N. Y. 2015, 82, 590–598. [CrossRef]

http://doi.org/10.1021/jp907613s
http://doi.org/10.1016/j.porgcoat.2017.10.023
http://doi.org/10.3390/ma11040496
http://doi.org/10.1021/am405557c
http://www.ncbi.nlm.nih.gov/pubmed/24555873
http://doi.org/10.1016/j.jnoncrysol.2018.06.035
http://doi.org/10.1016/j.electacta.2015.04.137
http://doi.org/10.1080/19443994.2014.998292
http://doi.org/10.1039/C5RA12086A
http://doi.org/10.1515/phys-2017-0077
http://doi.org/10.1016/j.jcou.2015.12.001
http://doi.org/10.1039/C5RA20583B
http://doi.org/10.1016/j.jcis.2012.07.025
http://doi.org/10.3390/ma11040578
http://doi.org/10.1021/nn9010472
http://doi.org/10.1016/j.carbon.2014.11.014

	Introduction 
	Results and Discussion 
	Materials and Methods 
	Conclusions 
	References

