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ABSTRACT: The assembled state of nanOPartiCIeS (NPS) within Effect of pore diameter and salinity on adsorption and catalytic activity
porous matrices plays a governing role in directing their biological, - _

electronic, and catalytic properties. However, the effects of the é i S0 pore o_ 4
spatial confinement and environmental factors, such as salinity, on @ @ K ° | o
the NP assemblies within the pores are poorly understood. In this e 6 Q P
study, we use adsorption isotherms, spectrophotometry, and small- P o P o
angle neutron scattering to develop a better understanding of the 4-Nitrophenol 4-Aminophenol
effect of spatial confinement on the assembled state and catalytic

performance of gold (Au) NPs in propylamine-functionalized SBA- = mSOANDS e 7 s T s

1S and MCM-41 mesoporous silica materials (mSiO,). We carry
out a detailed investigation of the effect of pore diameter and ionic
strength on the packing and spatial distribution of AuNPs within mSiO, to get a comprehensive insight into the structure,
functioning, and activity of these NPs. We demonstrate the ability of the adsorbed AuNPs to withstand aggregation under high
salinity conditions. We attribute the observed preservation of the adsorbed state of AuNPs to the strong electrostatic attraction
between oppositely charged pore walls and AuNPs. The preservation of the structure allows the AuNPs to retain their catalytic
activity for a model reaction in high salinity aqueous solution, here, the reduction of p-nitrophenol to p-aminophenol, which
otherwise is significantly diminished due to bulk aggregation of the AuNPs. This fundamental study demonstrates the critical role of
confinement and dispersion salinity on the adsorption and catalytic performance of NPs.

1. INTRODUCTION concentration, and solvent conditions on the assembled state
of NPs within the porous material. This limitation exists due to
the lack of our ability to effectively characterize NP assemblies
in situ using traditional spectroscopic techniques, where the
inert matrix interferes. In this study, we overcome these
challenges by combining NP adsorption isotherm studies with
small-angle neutron scattering (SANS), which enables the
identification of the in situ state of NPs. We investigate the

The stability and spatial distribution of metallic nanoparticles
(NPs) in aqueous solution is the key in harvesting their
unusual properties in the fields of pharmaceuticals, biosensors,
and catalysis.' > Due to the high surface energy and large
surface area-to-volume ratio, the dispersed state of metallic
NPs in aqueous solution is thermodynamically unfavorable

leading to their spontaneous aggregation.””® A common . o
strategy to stabilize NPs in aqueous medium is via physical/ binding of model gold (Au) NPs within the mesopores of the

chemical adsorption of surfactants or ligands onto NPs inert silica matrix (,SBA'IS and MCM-41) anfl q1.1antify. t_he
) . S : . . 9-11 structure and catalytic performance of the NPs in high salinity
imparting a kinetic barrier against the aggregation.

However, the surfactants or ligands can significantly alter the aqueous medium.

: : ; . : The AuNPs are often utilized in confined environments such
physical and chemical properties of the NPs, especially their . i . 17—20
catalytic performance in aqueous media.'”'® Recent studies as tissue matrix, porous catalytic supports, and nanotubes.

o . g In order to optimize the efficiencies of the nanomaterials, it is

have proposed to overcome such a limitation by immobilizing .
catalytic NPs within an inert porous matrix.*~'° Here, the critical to uncover and understand the adsorbed state of

. . - P A ’ AuNPs in the confined spaces and the impacts of environ-
NPs are either synthesized within the confined pore space or
the presynthesized NPs are physically/chemically adsorbed
onto the pore walls. The immobilization of NPs in porous Received: November 4, 2021 iy
material is anticipated to preserve the NP stability in extreme Revised:  January 12, 2022 '
environments such as high salinity media while retaining the Published: January 26, 2022
catalytic activity, albeit reduced due to mass transport
limitations (discussed later). However, there is a lack of
understanding of the impacts of pore diameter, particle
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Figure 1. (a) UV—vis spectra of AuNPs synthesized by chemical reduction of HAuCl,. The maximum absorbance was observed at a wavelength of
520 nm, which is the characteristic surface plasmon resonance of AuNPs with 3—5 nm diameter. This result is in agreement with particle sizes
obtained by TEM (inset), which shows that the average diameter of AuNPs in bulk solution is ~4 nm. (b) SAXS profiles of mSiO, with various

d

P

ore- The curves are shifted by a constant factor of 100 for better visualization. The inset schematic shows the 2D hcp pore lattice with lattice

parameter and pore diameter. The numbers in the parentheses represent the miller indices of the corresponding Bragg peak.

mental parameters such as pH and salinity on their properties.
Previously, it has been reported that the confinement of porous
materials can break the structural symmetry of the adsorbing
nanomaterial and drive the formation of unusual structures
such as zigzag, helices, and NP multilayers.m_24 Additionally,
such pore-confined NPs can provide control over the
selectivity in the product of the catalyzed reaction.”>™>’
Despite the unusual properties of metallic NPs in pores, the
surface interactions governing the formation of complex
nanoassemblies in confined spaces are poorly understood.
AuNPs are widely used in biomedicine, environmental, and
industrial applications primarily because of their unusual
optoelectronic and catalytic properties.”®>” One of the major
challenges faced in using the AuNPs in real environments is
stabilization of these particles under extreme pH and salinity
conditions. Recently, the partial coating of gold nanorods with
silica has been proposed as an alternative which improves the
colloidal stability of the core—shell structure and enables the
chemical reduction of phenol to nontoxic products.'®
However, the synthesis of such a Au-silica core—shell structure
requires complex steps and can be anticipated to suffer from
limitations similar to that of silica NPs, which are prone to
aggregation in a high salinity environment. Here, we show that
these limitations can be overcome by immobilizing AuNPs in
the pores of SBA-15 and MCM-41 mesoporous silica materials.
We investigate the effect of pore diameter and the presence of
electrolyte (NaCl) on the equilibrium amount of NPs
adsorbed in the porous materials and on their catalytic activity.

2. MATERIALS AND METHODS

2.1. Materials. Following are the details of the chemicals
used in the study. The list provides the supplier of the
chemicals and their purity: tetraethyl orthosilicate (TEOS,
Sigma-Aldrich, > 99%), HCI (5§ N, VWR), ammonium fluoride
(NH,F, Alfa Aesar, > 98%), decane (Sigma-Aldrich, > 99%),
hexane (Sigma-Aldrich, > 99%), hexadecyltrimethylammo-
nium bromide (CTAB, Sigma-Aldrich, > 99%), gold chloride
trihydrate (HAuCl,-3H,0, Sigma-Aldrich, > 99.9%), sodium
citrate dihydrate (C4H;Na;0,-2H,0, Sigma-Aldrich, > 99%),
sodium borohydride (NaBH,, Sigma-Aldrich, > 98%), (3-
aminopropyl)triethoxysilane (APTES, Sigma-Aldrich, > 98%),
and poly(ethylene oxide)-poly(propylene oxide)-poly(ethylene
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oxide) triblock copolymer (Pluronic P123, Sigma-Aldrich, >
98%)

2.2. Synthesis of AUNPs. The AuNPs were synthesized by
reducing HAuCl,-3H,0 using NaBH, in the presence of
sodium citrate solution. In a typical synthesis, 0.01 g of
HAuCl, and 0.0075 g of sodium citrate were mixed with 100
mL of deionized water, and then, 3 mL of 0.1 M freshly
prepared NaBH, solution was added to the mixture under
constant stirring at 20 °C.”° The mixture transformed to pink
immediately after adding NaBH, solution, indicating the
formation of AuNPs. During the synthesis, sodium citrate
was used as a capping agent which induced a negative charge
(zeta potential = —41.4 mV at pH 6) on the particles and
provided kinetic stability to the AuNPs in low salinity aqueous
solutions via electrostatic double layer repulsion. The AuNPs
were characterized for their size using UV—vis spectropho-
tometry, as shown in Figure la. The peak at wavelength 520
nm is the signature of surface plasmon resonance from ~4 nm
AuNPs,*” which is confirmed by transmission electron
microscopy (TEM) shown in the inset of Figures la and S1,
which provided the average size of 4 + 0.4 nm.

2.3. Synthesis of Mesoporous Silica. The model
mesoporous silica materials MCM-41 and SBA-15 with pore
diameters (d,,) of 4.1, 4.8, 8.4, 12.0, and 15.6 nm were
synthesized using previously reported methods.”’™*° These
silica materials had cylindrical nanopores arranged in a two-
dimensional (2D) hexagonal closed packed (hcp) lattice.*

2.3.1. MCM-41 Silica with d,oe = 4.1 nm. The mesoporous
silica was synthesized using CTAB as the structure-directing
template in the presence of the silica precursor TEOS under
alkaline conditions. Here, 1.0 g of CTAB was mixed with 480
mL of deionized water, and 1.4 mL of 5 M NaOH was added
into the solution. The mixture was kept at 80 °C for 2 h under
constant stirring and reflux. The product was filtered, washed
with deionized water, and dried at 70 °C in the oven. Then, the
organic template was removed from the silica materials by
calcination at 550 °C for 4 h.

2.3.2. SBA-15 Silica Materials with dp,, = 4.8, 8.4, 12.0,
and 15.6 nm. SBA-1S materials with different pore diameters
were synthesized following the established method.””~>° For
dyore = 4.8 nm pore diameter, SBA-1S is synthesized by
dissolving 2.84 g of P123 in 90 g of deionized water and 48 g
of 5 M HCl solution. The mixture is equilibrated at 35 °C for 2
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h, and then, 8.0 g of TEOS was added dropwise and reacted for
20 h at 35 °C. Stirring was maintained throughout. For d,,,,. =
8.4 nm, TEOS, H,SO,, H,0, and P123 were dissolved in
deionized water in the molar ratio of 1TEOS/5.9H,SO,/
323H,0/0.017P123, kept at 40 °C for 5 h, and then aged at
10S °C for 20 h in an autoclave. In the case of . = 12.0 nm
pore diameter, 2.4 g of P123 was dissolved in 84 mL of HCI
aqueous solution (1.3 N) at 25 °C for 6 h. Then, 0.027 g of
NH,F was added to the mixture and kept for 20 min. At this
stage, 14.3 g of decane and 5.5 mL of TEOS were premixed
and then dropwise added into the mixture, kept at 30 °C for 20
h, and then transferred into a convection oven for further
reaction (no stirring) at 100 °C for 48 h. The SBA-15 with
dyore = 15.6 nm pore size was synthesized using a similar
method as 12.0 nm SBA-1S5, but with premixed 8.45 g of
hexane with 5.5 mL of TEOS added to the mixture of P123,
HC], and NH,F. The mixture was kept at 15 °C for 20 h. The
four silica material products were filtered, washed with
deionized water, dried at 100 °C, and calcined at 550 °C for
S h to remove the surfactant template.

2.4. Propylamine Functionalization of Mesoporous
Silica. We chemically modified the pore walls of the silica
materials with propylamine groups and abbreviate these
mesoporous silicas as mSiO, hereon.’” The propylamine
functionalization of the mesoporous silica was achieved by
reacting with APTES in acidic solution. In a typical synthesis,
1.0 g of the prepared silica material was mixed with 4.0 mL of
acetic acid and 6.0 mL of deionized water. The mixture was
equilibrated at 80 °C for 30 min under reflux, and then, 0.12
mL of APTES was added. This mixture continued to react for
16 h under reflux, and the product was filtered, washed five
times with 100 mL of deionized water, and then dried at 60 °C
for 24 h. The amine-functionalized pore walls of the mSiO,
were positively charged at pH 6 due to protonation of the
amine group; thus, an electrostatic attraction existed between
the negatively charged AuNPs and mSiO, at pH 6. The
direct measurement of zeta potential of mSiO, porous particles
is nontrivial because of their large size, polydispersity, and
aggregation. However, the zeta potential can be assumed equal
to propylamine-functionalized silica nanospheres, which is
+35.7 mV at pH 6. The silica nanospheres were synthesized
using an identical experimental procedure as reported in our
previous work.?” The 2D hcp structure of pores in mSiO, led to
the appearance of characteristic Bragg peaks in small-angle X-
ray scattering (SAXS) experiments, as shown in Figure 1b. The
pore diameter and lattice parameter of the MCM-41 and SBA-
1S silica materials used in the study are shown in Table 1. Note
that the pore diameter is determined using nitrogen gas
adsorption, as shown in Figure S2.

Table 1. Characterization of mSiO, Using Nitrogen Gas
Adsorption and SAXS

s. no. Dpore (nm) lattice parameter, Ip (nm)
1 41 +0.1 44 £ 03
2 4.8 + 0.1 5.6 +£0.3
3 84 + 03 10.7 + 1.4
4 12.0 £ 0.3 129 + 2.0
S 15.6 £ 0.2 16.5 + 3.1
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3. RESULTS AND DISCUSSION

3.1. Adsorption of AuNPs in Mesoporous mSiO,. To
understand the effect of d,. of mSiO, on the adsorption
behavior, the amount of AuNPs adsorbed (I") in the pores of
mSiO, is measured using the solvent depletion method.**”
Here, the aqueous dispersion containing AuNPs at pH 6 is
equilibrated with a fixed amount of mSiO, for 24 h. After
equilibration, the mSiO, with adsorbed AuNPs are separated
from the dispersion using centrifugation for 30 min at 18,000g
(see the Supporting Information for settling time calculations).
The concentration of the unadsorbed AuNPs in a solvent is
determined using its characteristic spectrophotometric absorb-
ance value at 520 nm (Figures 1a, and S3). The amount of NPs
adsorbed per unit surface area is calculated using the equation
I' = (x — xy)V/mS, where x is the initial concentration of the
AuNPs in the mixture, (x — x,) is the concentration of AuNPs
adsorbed in mSiO,, V is the volume of aqueous solution, S is
the specific surface area, and m is the mass of mSiO, added to
the solution. The isotherms for the adsorption of AuNPs in
mSiO, of increasing d,,,. are shown in Figure 2a. We find that
the maximum amount of NPs adsorbed per unit surface area of
mSiO, increases with increasing d,.. Here, we use the
Langmuir model for quantitative analysis of the experimentally
obtained isotherms. Mathematically, the Langmuir adsorption
model is represented as’’

_ 1—‘lmaxKacls‘xo

1 + K4, (1)

Here, I is the amount of AuNPs adsorbed into mSiO, pores,
I, is the maximum surface excess of the AuNPs, x, is the
equilibrium concentration of AuNPs in bulk, and K4, is the
equilibrium adsorption constant which is the measure of
binding energy of NPs to the pore walls. Based on the analysis
of our experimental data, we find that the maximum amount of
AuNPs adsorbed on mSiO, increases nearly by an order of
magnitude upon increasing d,. from 4.1 to 15.6 nm. Note
that the surface excess is normalized to the surface area, and
the observed increase in the adsorbed amount of AuNPs with
increasing d,,,,. is due to the reduced %eometric barrier for
AuNPs penetrating the mSiO, matrix.*>*" At dyore comparable
to the diameter of the AuNPs, adsorption observed is
significantly lowered due to the physical barrier for NPs
accessing the pore space. The small amount of AuNPs
adsorbed at d,,,. = 4.1 nm is likely due to the binding of the
AuNPs on the mSiO, matrix exterior to the pores.

The analysis of the adsorption isotherms gives a binding
affinity of K4 ~ 3.5 mM™' corresponding to the adsorption
free energy ~ —29.6 kJ/mol, which is similar to previously
reported values for surfactant adsorption onto silica
surfaces.*”** Note that the binding affinity values of AuNPs
remain nearly independent of the d,,, highlighting that the
nature of the chemical species controlling the adsorption
remains unchanged, that is, —NH} (from propylamine) of
mSiO, and —COO~(from citrate) of AuNPs.

The changes in the maximum amount of AuNPs loaded in
the pore space with increasing d,,. can be compared
quantitatively using the maximum packing fraction (f). The
value of f can be determined as f = nV,,,/ Vo, where n is the
total number of AuNPs adsorbed, V,,,,, is the volume of AuNPs
which is (4/3)zR%, where R is the mean radius of AuNPs, and
V. ore is the total volume of pores. The value of n is determined

P
experimentally using T, as n = mSI,,, N, and V., = (mS/
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Figure 2. (a) Adsorption isotherms for AuNPs binding to the cylindrical nanopores of mSiO, with increasing dyore = 4.1, 4.8, 8.4,12.0, and 15.6 nm.
The scattered points are the experimental data and solid lines represent the best fit to the data using the Langmuir model given using eq 1. (b)
Theoretical curves (black line) and experimental data points (circles) of the maximum AuNP packing fraction in mSiO, pores as a function of pore
diameter. (c) Schematic representing the change in packing of the AuNPs in the silica matrix with increasing d,,. as predicted using the SVC
model.
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Figure 3. (a) Preadsorption: adsorption isotherms of AuNPs in mSiO, with dyore = 8.4 nm upon the addition of NaCl Here, the electrolyte was
added prior to the initiation of the adsorption process. (b) Maximum surface excess of AuNPs in mSiO, when the increasing amount of NaCl was
added prior to the NP adsorption process with dpore =4.1,4.8, 8.4, 12.0, and 15.6 nm. The observed decrease in the maximum surface excess with
the addition of NaCl is due to the aggregation of AuNPs which inhibits the adsorption of NPs in the tubular pores. (c) Postadsorption: adsorption
isotherms of AuNPs on 8.4 nm mSiO, with increasing concentration of NaCl. The electrolyte is added after loading the AuNPs in mSiO,. (d)
Maximum surface excess of AuNPs in mSiO, when increasing amount of NaCl was added after the NP adsorption process with d,.. = 4.1, 4.8, 8.4,

12.0, and 15.6 nm. The constant maximum surface excess of AuNPs highlights no significant desorption of AuNPs from the pore wall which results
from the strong electrostatic attraction between negatively charged AuNPs and positively charged mSiO,.

ﬂdporel) X ﬂd;orel/‘l- = mSd,,,../4, where [ is the length of pores. adsorption isotherms as f = 162R’,,, N,/ 3d,ore- Assuming
Therefore, the value of f can be obtained from experimental AuNPs as hard spheres, the value of f can be calculated
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scattering from the NPs adsorbed on the exterior surface of SBA-15 beads. (d—f) TEM images of mSiO,, mSiO,—AuNPs in DI water, and mSiO,—
AuNPs in 100 mM NaCl aqueous solution, respectively. The inset in (f) shows the aggregates of AuNPs in bulk solvent in the presence of 100 mM

NaCl.

theoretically using a geometrical model proposed by Sang,
Vinu, and Coppens (SVC).** The nonlinear change in the
maximum pore-filling fractions with d,,. as estimated using
experimental adsorption isotherms (circles) and SVC model
(line) is shown in Figure 2b. Note that the theoretically
predicted value of f = 0.67 at d,,. = 2R is due to the assumed
spherical shape of the particles adsorbing in tubular pores. This
contrasts with the calculations performed by Meissner et al.**
where the authors used cylindrical shape to represent the
protein molecules adsorbing in the tubular pores and obtained
f=1atd,,. = 2R The experimental value of f first shows a
rapid increase followed by a slight decrease with increasing
dorey Which agrees with the predictions of the SVC geometric
model showing step changes in the values of f, as depicted in
Figure 2c. The large f values highlight that the AuNPs
penetrate the whole pore space, instead of blocking or plugging
them at the pore entrance. Such a penetration of AuNPs can be
achieved by surface diffusion of the particles, as reported
previously for flat surfaces.*® Note that the electrostatic double
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layer repulsion between negatively charged AuNPs would
contribute to the interparticle separation and corresponding
experimental f-values.

3.2. Effect of the Added Electrolyte on Adsorption.
The interparticle repulsions between negatively charged
AuNPs can be screened by the addition of electrolyte in the
aqueous medium. Here, we use NaCl as a model 1:1
electrolyte to screen the electrostatic interactions and
investigate the effect of the electrolyte concentration on the
colloidal stability and adsorption of AuNPs to mSiO,. We
measure the adsorption isotherms of AuNPs on mSiO, with
doore = 4.1, 4.8, 8.4, 12.0, and 15.6 nm in the presence of 10, 25,
50, and 100 mM NaCl (Figures 3a—d, S4 and SS). The
adsorption isotherms are measured by adding the electrolyte at
two different adsorption stages: (1) preadsorption: NaCl is
added prior to the adsorption of AuNPs in mSiO,; and (2)
postadsorption: NaCl is introduced to the dispersion
containing mSiO, with adsorbed AuNPs. In the case where
the electrolyte is added to the AuNP dispersion prior to the
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Figure 6. (a) Chemical equation of the 4-nitrophenol reduction reaction using AuNPs as a catalyst. (b) Photographs of the color change every 20
min for 4-nitrophenol aqueous solution in the presence of mSiO, (ulpore = 8.4 nm) with adsorbed AuNPs. (c,d) UV—vis spectra and reaction
constant of 4-nitrophenol reduction with both AuNPs and mSiO,—AuNP catalyst in DI water. Insets are the zoom-in plots of absorbance intensity
in 250—350 nm wavelength. (e) Relationship between reaction time and —In (C,/C,) is shown for various pore sizes of mSiO, containing AuNPs,
only mSiO, matrix, AuNPs in dispersion, and AuNPs on a flat silica substrate. (f) Change in the reaction rate constant k for 4-nitrophenol reduction

as a function of d.

and AuNPs on the substrate and dispersed in bulk. (g) Reaction rate constants normalized to k of the 4.1 nm catalyst.

adsorption, the I' . is dependent on the amount of added salt
which decreases with increasing NaCl concentration (Figures
3a and S4). The observation can be attributed to the larger size
of the aggregates formed by AuNPs at higher NaCl
concentration. In stark contrast, the AuNPs remain bound to
the pore walls when the electrolyte is added after the
completion of the adsorption process (Figure 3c).

The electrostatic attraction between the oppositely charged
mSiO, pore wall and AuNPs drives the system to a free energy
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minimum, which is not altered by the addition of salt (Figure
3d). While in the case of AuNPs dispersed in aqueous medium,
the addition of electrolyte screens the electrical double layer
repulsions between the NPs leading to the dominance of van
der Waals interaction and aggregation. The net interaction
energy between a pair of colloidal particles and a particle and a
flat substrate can be estimated using Derjaguin—Landau—
Vervey—Overbeek (DLVO) theory (see the Supporting
Information for details). The net interaction energy (UP“V©)
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between a pair of AuNPs and a AuNP and mSiO, surface is
shown in Figure 4. The interaction energy calculations show
that the repulsion between AuNPs is screened upon the
addition of NaCl leading to aggregation of the NPs (Figure
4a). However, no significant effect of the addition of salt on
interaction energy is observed for oppositely charged AuNPs
and mSiO, (Figure 4b). Note that the electronegativity of the
protonated aminopropyl functional group (—C;H,NH,") is
lower than that of Na', that is, the ion—pair association
strength of Na* is weaker, which restricts the desorption of the
AuNPs from the pore wall upon the addition of NaCL*” It can
be inferred that the adsorption free energy between the mSiO,
and AuNPs overwhelms the attraction energy between AuNPs
in 100 mM NaCl aqueous solution and contributes to the
stable state of AuNPs on the silica pore wall under high salinity
conditions.

3.3. Characterization of AuNPs in mSiO, Using SANS
and TEM. The adsorption isotherms and the corresponding
analysis provided an in-depth characterization of the amount of
AuNPs loaded in mSiO,, but no information was obtained on
the assembled state of AuNPs in the pores and corresponding
impact of the addition of the electrolyte. We use SANS
experiments to uncover the assembled state of AuNPs in
mSiO,. The SANS experiments were performed using mSiO,
with d.. = 8.4 nm in D,0 and a 40:60 mixture of H,0/D,0
matching the scattering length density (3.54 X 107 nm™2) of
the silica matrix.>* The SANS for mSiO, in D,O shows Bragg
peak characteristic of the 2D hcp pore lattice of the silica matrix
(Figure Sa,d). The Bragg peaks disappear when the experiment
is performed in the H,0/D,0 mixture (Figure Sa). We
perform SANS on contrast-matched mSiO, containing AuNPs
at a concentration equivalent to 0.9I" .. in the presence of 0
and 100 mM NaCl (Figure Sb,c). We find that upon the
addition of AuNPs to contrast-matched mSiO,, the Bragg
peaks reappear which is the signature of the presence of the
NPs within the pore lattice (Figure Sa—c). Previously, it has
been shown that the total scattering intensity (Ipy,) from
mesoporous SBA-15/MCM-41 materials with adsorbed
molecules/particles under silica contrast-matched conditions
can be represented as™®

ITotal(q) = IBragg(q) + IDiff(q) (2)

where g is the scattering vector given as q = 47/4 sin6/2, A is
the wavelength, 0 is the scattering angle, and I, and Ipg
respectively, are the Bragg and diffused scattering contributions
to the total scattering. The Bragg scattering intensity is
obtained by a Monte-Carlo simulation approach, where NPs
are randomly distributed in the mSiO, matrix and Ipg is
obtained using the Teubner-Strey model. Further details on
the model and SANS data analysis are provided in the
Supporting Information and our previous publication.”” We
find that the theoretical model (lines in Figure Sb,c) effectively
represents the experimental SANS data (circles in Figure Sb,c).

The presence of Bragg peaks for mSiO, with adsorbed
AuNPs despite being in a H,0/D,0 mixture matching the
scattering length density of silica confirms the presence of
AuNPs adsorbed on the pore walls. Since the SANS
experiments are performed at 0.9I,,, all added AuNPs are
adsorbed in the silica matrix. Based on our analysis of the
diffused scattering contribution, we estimate a quasiperiodic
distance of 6.9 nm between the AuNPs in the pore space (see
the Supporting Information for details). We find that the
quasiperiodic distance between AuNPs remains unchanged
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upon increasing the concentration of NaCl from 0 to 100 mM,
indicating that the immobilized AuNPs retain their adsorbed
spatially separated state in the high salinity aqueous solution.
The retention of AuNPs within the pore upon the addition of
NaCl highlights that the electrostatic attraction between the
pore wall and AuNPs is not significantly screened, as shown in
Figure 4b. The result is in agreement with the TEM images
(Figure Se,f), where AuNPs can be observed to be spatially
separated and bound to the silica matrix instead of aggregating
in the presence of NaCl. Note that TEM is performed on the
dried suspension and SANS profiles are obtained in the
presence of a solvent, highlighting that the AuNPs retain their
adsorbed state upon drying the suspension.

3.4. Catalytic Activity of AuNPs. The spatial confinement
imposed by the NP adsorption in mesopores and the colloidal
stability of AuNPs in aqueous media are critical factors
governing their catalytic activity.’””' We use the reduction of
4-nitrophenol (yellow) to 4-aminophenol (colorless) by
sodium borohydride (NaBH,) in the presence of AuNPs as
a model reaction (Figure 6a) to investigate the changes in the
catalytic performance of the NPs when immobilized in the
pore space. We perform the reduction of 0.5 mM of 4-
nitrophenol by 50 mM NaBH, at 20 °C using AuNPs as a
catalyst in following states: (A) dispersed in aqueous media,
and (B) immobilized in mSiO, with d,,, = 4.1, 4.8, 8.4, 12.0,
and 15.6 nm (Figure 6b). The amount of AuNPs used in the
measurements was equivalent to I" = 0.7, = 0.002 gmol/m*
of mSiO, with d,,. = 4.1 nm (Figure 2), that is, the identical
number of AuNPs were present in all tested mSiO, and all
added NPs were solely present in their adsorbed state onto
mSiO,. The spectrophotometric profiles obtained at various
time steps during the reaction in the presence of AuNPs in the
dispersed state and immobilized in 8.4 nm pore diameter
mSiO, are shown in Figure 6¢,d. The spectrophotometric
profiles show a peak at wavelength 400 nm, which is
characteristic of the 4-nitrophenolate anion.’” The peak
intensity gradually decreases with time indicating the decrease
in the concentration of 4-nitrophenolate anions (Figure 6¢,d).
The observed decrease in the peak intensity at 400 nm
wavelength is accompanied by an increase in absorbance peak
intensity at 300 nm which is indicative of the gradual formation
of 4-aminophenol.”> The observed changes in spectrophoto-
metric profiles confirm the reduction of 4-nitrophenol to 4-
aminophenol in the presence of AuNPs.

Since the concentration of NaBH, overwhelmingly exceeds
that of 4-nitrophenol, the reduction reaction can be
represented using a pseudo-first-order reaction kinetics with
respect to 4-nitrophenol.’® The rate equation for a first-order
reaction is given as, k, = —In (C,/C,), where k is the reaction
rate constant, C, is the initial concertation of 4-nitrophenol,
and C, is the concentration after time t. Note that the
absorbance values at wavelength 400 nm are converted to
concentrations of 4-nitrophenol using a calibration curve, as
shown in Figure S6. The changes in the values of —In (C,/C,)
with time for an identical number of AuNPs adsorbed in
mSiO, with d,,.. = 4.1, 4.8, 8.4, 12.0, and 15.6 nm, for NPs
suspended in solvent (DI water) and for only mSiO,, are
shown in Figure 6e. The value of —In (C,/C,) shows no change
in the absence of AuNPs, but it increases linearly in all other
cases. The rate constant is determined by the slope of each
curve, which increases with increasing pore diameter (Figure
6f). The observed decrease in the rate constant for particles
immobilized in the mSiO, pores can be attributed to two major
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Figure 7. (a,b) Spectrophotometric profiles of the 4-nitrophenol reduction reaction using mSiO,—AuNP catalysts with and without 100 mM NaCl.
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factors: (1) blocking of the active sites on AuNPs due to their
adsorption onto the pore wall, which is confirmed by
performing the reduction reaction for AuNPs immobilized
on a flat surface showing a slightly lower rate constant than
AuNPs in their suspended form (Figure 6ef), and (2)
limitations in the transport of reactants and products in and
out of the spatially confined pore space. The reactions in the
mSiO, pores are clearly diffusion-limited, and factor (1) would
be nearly the same for all the porous catalysts except for the
one with 4.1 nm pores (as explained below). Configurational
transport theory can predict the magnitude of the decrease in
the observed k’s.

Assuming that our experimental system consists of
cylindrical pores of a constant pore tortuosity containing
uniform spherical AuNPs of diameter 4 nm, for a pore
transport-limited reaction, the observed k should be related to
the number of reaction sites (I"") times the effective pore
diffusivity (D,),”* which is in turn proportional to other
factors, as shown below

k= a(F/De)l/Z — a(F/DCfE)l/Z 3)

where D is the bulk diffusivity of liquid p-nitrophenol, C;is the
configurational factor for small pores where the molecular size
(0.66 X 0.43 nm elliptical cross section for p-nitrophenol)®’
approaches that of the pore diameter, ¢ is the porosity, and I/
is the total number of the active sites which could be obtained
by multiplying I" by the average number of sites per AuNP.
The porosity can be calculated as follows

—1
4

r
Y oeEw| [T

(4)
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where p; is the skeletal density of the silica (used the value for
quartz) and the other symbols have their previous meanings.
The second bracketed term represents the fraction of pore
volume occupied by the NPs themselves. The bulk diffusivity
for p-nitrophenol in water’® and a C; ssgeciﬁcally developed for
mesoporous silica in this size range” were taken from the
literature, and the normalized k’s were computed as shown in
Figure 6g. Note that the number of AuNPs per pore () can
also be calculated as

2

W= FF fz leore
max 4 part (5)

For 4.1 nm pores, i ~ 2, and I" in eq 3 was divided by 4 here
because for 4.1 nm pores, a molecule of p-nitrophenol cannot
pass the first AuNP; for one-way diffusion, both the second NP
and the half of the first would be inaccessible. For all other
pore sizes, passage is possible.

The agreement between the normalized (to k for the 4.1 nm
pores) experimental k-values and the theory using eq 3 is
acceptable considering the level of approximation involved.
Complicating factors include the possibilities of slightly
different NP shapes and sizes in the mSiO,, differing
tortuosities, and effects of the AuNPs on the C; function.

Immobilizing AuNPs in mSiO, maintains their spatially
separated state in an extreme environment such as high
salinity, allowing retention of catalytic activity. We monitor the
change in the kinetics of the reaction upon the addition of
NaCl to the aqueous solvent. The change —In (C,/C,) with
time for AuNPs dispersed in the solvent and immobilized in
mSiO, with d,,. = 8.4 nm in the presence and absence of 100
mM NaCl is shown in Figure 7a—c. Here, we represent the rate
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constants as ka,nps and kg0, aunpy respectively, for dispersed

and adsorbed (into mSiO,) AuNPs in DI water and knpssnaci
and k50, aunpsiNacy Tespectively, for dispersed and adsorbed

AuNPs in water containing 100 mM NaCl. We find that the
rate constant k follows the order: kynpsinact < Kisio,—aunps ~

Kinsio,—aunpsinacl < Kannps: Because the number of AuNPs in all

tested samples is identical, the catalytic activities are primarily
dependent on the assembled state of AuNPs under different
conditions. As discussed earlier, the screening of repulsions
between the AuNPs upon the addition of electrolyte results in
their aggregation. It is well-known that the number of active
sites on AuNPs governs the reaction rate.”® The aggregation of
AuNPs leads to a sharp decrease in the total surface area and
the corresponding catalytically active sites exposed to the
solvent, which leads to the observed decrease in the reaction
rate. We find that kg0, aunps ® Kinsio,—aunpsinacy indicating

that the adsorbed and spatially separated state of the AuNPs in
nanopores is maintained upon the addition of 100 mM NaCl,
which is also shown in the TEM and SANS studies (Figure S).
The spatially separated state of AuNPs in the pores is
preserved up to 1 M NaCl, beyond which the rate constant
shows a slight decrease (Figure 7d). At NaCl concentrations
above 2 M, a small fraction of AuNPs likely desorb from the
surface, leading to the observed slight decrease in their catalytic
activity. Further studies are necessary to uncover the effect of
such high concentrations of salt on the stability and reactivity
of AuNPs in nanopores. Despite the minor decrease in the
reaction rate, the experiments demonstrate that immobilizing
the NPs in silica pores with a positive charge is a viable route
to retain the catalytic activity of the AuNPs.

4. CONCLUSIONS

This study presented the effect of nanoconfinement on the
adsorption and assembled state of AuNPs on amine-function-
alized porous silica materials. We showed that the maximum
amount of AuNPs that can be adsorbed on a silica matrix
depends on the ratio of particle-to-pore dimaters. This increase
results from the increase in the pore volume accessible to the
AuNPs. The AuNP catalyst adsorbed in propylamine-modified
mesoporous silica shows pore diameter-dependent reaction
kinetics for the reduction of 4-nitrophenol to 4-aminophenol.
Decreasing the pore diameter reduces the rate constant, due to
transport limitations of reactants and products in and out of
the pore space. We also demonstrated that the AuNPs retain
their spatially distributed adsorbed state within the pores upon
the addition of electrolyte, which leads to the preservation of
their catalytic performance. The article helps in addressing a
dichotomy on the pore size of inert supports to be used for
catalysis. On the one hand, the decrease in pore diameter
reduces the reaction rate; on the other hand, increasing the
pore diameter results in a decrease in the specific surface area
making the flat substrates impractical. For example, an ~ 50 m”
silica wafer is required to drive the same reaction which can be
performed with 1 g of mSiO, with d,,,,. = 8.4 nm in a vial. This
article provides the principle of finding an appropriate pore
diameter of inert supports where the nanocatalyst can resist
aggregation under extreme salinity environments while
retaining a high catalytic activity and the corresponding
reaction rates.

2539

B ASSOCIATED CONTENT

© Supporting Information

The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/acs.jpcc.1c09573.

TEM images of AuNPs in bulk solution, nitrogen
adsorption for different pore sizes of mSiO,, calibration
curve of AuNPs for concentration determination,
adsorption isotherms of AuNPs in different pore sizes
of mSiO, with the addition of salt, calibration curve of 4-
nitrophenol in deionized water for the reduction
reaction, derivation of the pore-filling fraction using
the SVC model, centrifugation settling time calculation,
details of DLVO theory, and model for analysis of SANS
profiles (PDF)

B AUTHOR INFORMATION

Corresponding Author
Bhuvnesh Bharti — Cain Department of Chemical
Engineering, Louisiana State University, Baton Rouge,
Louisiana 70803, United States; ® orcid.org/0000-0001-
9426-9606; Email: bbharti@lsu.edu

Authors

Yingzhen Ma — Cain Department of Chemical Engineering,
Louisiana State University, Baton Rouge, Louisiana 70803,
United States

Gergely Nagy — Neutron Scattering Division, Oak Ridge
National Laboratory, Oak Ridge, Tennessee 37831, United
States

Miriam Siebenbiirger — Center for Advanced Microstructures
and Devices, Louisiana State University, Baton Rouge,
Louisiana 70806, United States

Ravneet Kaur — Life and Physical Science Department, Ivy
Tech Community College of Indiana, Valparaiso, Indiana
46360, United States

Kerry M. Dooley — Cain Department of Chemical
Engineering, Louisiana State University, Baton Rouge,
Louisiana 70803, United States; © orcid.org/0000-0002-
9476-3855

Complete contact information is available at:
https://pubs.acs.org/10.1021/acs.jpcc.1c09573

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

Authors acknowledge Prof. K. Ding and Prof. W. A. Shelton for
useful discussions. Acknowledgment is made to the Donors of
the American Chemical Society Petroleum Research Fund for
support of this research. This research used resources at the
Spallation Neutron Source, DOE Office of Science User
Facilities operated by the Oak Ridge National Laboratory. B.B.
acknowledges the financial support by the National Science
Foundation (NSF) under grant CBET-1943986 (NSF-
CAREER).

B REFERENCES

(1) Sharma, K. P.; Kumaraswamy, G.; Ly, 1; Mondain-Monval, O.
Self-Assembly of Silica Particles in a Nonionic Surfactant Hexagonal
Mesophase. J. Phys. Chem. B 2009, 113, 3423—3430.

https://doi.org/10.1021/acs.jpcc.1c09573
J. Phys. Chem. C 2022, 126, 2531-2541


https://pubs.acs.org/doi/10.1021/acs.jpcc.1c09573?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/acs.jpcc.1c09573/suppl_file/jp1c09573_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Bhuvnesh+Bharti"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-9426-9606
https://orcid.org/0000-0001-9426-9606
mailto:bbharti@lsu.edu
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Yingzhen+Ma"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Gergely+Nagy"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Miriam+Siebenbu%CC%88rger"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Ravneet+Kaur"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Kerry+M.+Dooley"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-9476-3855
https://orcid.org/0000-0002-9476-3855
https://pubs.acs.org/doi/10.1021/acs.jpcc.1c09573?ref=pdf
https://doi.org/10.1021/jp810769g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp810769g?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.1c09573?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

The Journal of Physical Chemistry C

pubs.acs.org/JPCC

(2) Kénig, R. Y. G.; Schwarze, M.; Schomicker, R.; Stubenrauch, C.
Catalytic Activity of Mono- and Bi-Metallic Nanoparticles Synthe-
sized via Microemulsions. Catalysts 2014, 4, 256—275.

(3) Djire, A.; Ishimwe, J. Y.; Choi, S.; Thompson, L. T. Enhanced
Performance for Early Transition Metal Nitrides via Pseudocapaci-
tance in Protic Ionic Liquid Electrolytes. Electrochem. Commun. 2017,
77, 19—=23.

(4) Ly, X;; Baker, M. A;; Anjum, D. H,; Basina, G.; Hinder, S. J;
Papawassiliou, W.; Pell, A. J; Karagianni, M.; Papavassiliou, G.;
Shetty, D.; et al. Ni2P Nanoparticles Embedded in Mesoporous SiO2
for Catalytic Hydrogenation of SO2 to Elemental S. ACS Appl. Nano
Mater. 2021, 4, 5665—5676.

(5) Nomura, A; Jones, C. W. Amine-Functionalized Porous Silicas
as Adsorbents for Aldehyde Abatement. ACS Appl. Mater. Interfaces
2013, S, 5569—5577.

(6) Dheyab, M. A; Aziz, A. A; Jameel, M. S,; Nogta, O. A;
Khaniabadi, P. M.; Mehrdel, B. Simple Rapid Stabilization Method
through Citric Acid Modification for Magnetite Nanoparticles. Sci.
Rep. 2020, 10, 1-8.

(7) Shiraishi, Y.; Tanaka, K.; Shirakawa, E.; Sugano, Y.; Ichikawa, S.;
Tanaka, S.; Hirai, T. Light-Triggered Self-Assembly of Gold
Nanoparticles Based on Photoisomerization of Spirothiopyran.
Angew. Chem. 2013, 125, 8462—8466.

(8) Yu, X; Song, H.; Huang, J.; Chen, Y.; Dai, M.; Lin, X; Xie, Z. An
Aptamer@AuNP-Modified POSS-Polyethylenimine Hybrid Affinity
Monolith with a High Aptamer Coverage Density for Sensitive and
Selective Recognition of Ochratoxin A. J. Mater. Chem. B 2018, 6,
1965—-1972.

(9) Kvitek, L.; Pandéek, A.; Soukupova, J.; Kolat, M.; Velefova, R;
Prucek, R.; Holecovd, M.; Zboril, R. Effect of Surfactants and
Polymers on Stability and Antibacterial Activity of Silver Nano-
particles (NPs). J. Phys. Chem. C 2008, 112, 5825—5834.

(10) Javed, 1; He, J.; Kakinen, A.; Faridi, A.; Yang, W.; Davis, T. P,;
Ke, P. C.; Chen, P. Probing the Aggregation and Immune Response of
Human Islet Amyloid Polypeptides with Ligand-Stabilized Gold
Nanoparticles. ACS Appl. Mater. Interfaces 2019, 11, 10462—10471.

(11) Ray, D.; Aswal, V. K; Kohlbrecher, J. Synthesis and
Characterization of High Concentration Block Copolymer-Mediated
Gold Nanoparticles. Langmuir 2011, 27, 4048—4056.

(12) Chakraborty, S.; Ansar, S. M.; Stroud, J. G.; Kitchens, C. L.
Comparison of Colloidal versus Supported Gold Nanoparticle
Catalysis. J. Phys. Chem. C 2018, 122, 7749—7758.

(13) Ansar, S. M; Kitchens, C. L. Impact of Gold Nanoparticle
Stabilizing Ligands on the Colloidal Catalytic Reduction of 4-
Nitrophenol. ACS Catal. 2016, 6, 5553—5560.

(14) Zhang, S.; Ni, W.; Kou, X;; Yeung, M. H; Sun, L.; Wang, J;
Yan, C. Formation of Gold and Silver Nanoparticle Arrays and Thin
Shells on Mesostructured Silica Nanofibers. Adv. Funct. Mater. 2007,
17, 3258—3266.

(15) Ajumobi, O.; Su, Y.; Farinmade, A.; Yu, L.; He, J; Valla, J. A;
John, V. T. Integrating Halloysite Nanostraws in Porous Catalyst
Supports to Enhance Molecular Transport. ACS Appl. Nano Mater.
2021, 4, 8455—8464.

(16) Yu, H; Wu, C; Wang, S;; Li, T,; Yin, H. Transition Metal
Oxide-Modified Ir Nanoparticles Supported on SBA-1S5 Silica for
Selective Hydrogenation of Substituted Nitroaromatics. ACS Appl.
Nano Mater. 2021, 4, 7213—7220.

(17) Shevach, M.; Fleischer, S.; Shapira, A; Dvir, T. Gold
Nanoparticle-Decellularized Matrix Hybrids for Cardiac Tissue
Engineering. Nano Lett. 2014, 14, 5792—5796.

(18) Wei, H.; Loeb, S. K.; Halas, N. J.; Kim, J.-H. Plasmon-Enabled
Degradation of Organic Micropollutants in Water by Visible-Light
Ilumination of Janus Gold Nanorods. Proc. Natl. Acad. Sci. US.A.
2020, 117, 15473—15481.

(19) Li, R; Yan, X;; Zhu, X;; Shou, D.; Zhou, X.; Dai, Y.; Yang, Y.
Gold Nanoparticles Confined in Ordered Mesopores: Size Effect and
Enhanced Stability during Gas-Phase Selective Oxidation of Cyclo-
hexanol. Catal. Today 2017, 298, 269—275.

2540

(20) Perovic, M.; Tarakina, N. V.; Hofmann, J. P.; Oschatz, M.
Influence of Local Environments in Pores of Different Size on the
Catalytic Liquid-Phase Oxidation of d -Glucose by Au Nanoparticles
Supported on Nanoporous Carbon. ACS Appl. Nano Mater. 2020, 3,
7695—7703.

(21) Liang, R; Xu, J.; Deng, R,; Wang, K; Liu, S;; Li, J.; Zhu, J.
Assembly of Polymer-Tethered Gold Nanoparticles under Cylindrical
Confinement. ACS Macro Lett. 2014, 3, 486—490.

(22) Wang, K;; Jin, S.-M.; Xu, J.; Liang, R.; Shezad, K; Xue, Z.; Xie,
X.; Lee, E; Zhu, J. Electric-Field-Assisted Assembly of Polymer-
Tethered Gold Nanorods in Cylindrical Nanopores. ACS Nano 2016,
10, 4954—4960.

(23) Lu, X; Song, D.p; Ribbe, A; Watkins, J. J. Chiral
Arrangements of Au Nanoparticles with Prescribed Handedness
Templated by Helical Pores in Block Copolymer Films. Macro-
molecules 2017, 50, 5293—5300.

(24) Fuertes, M. C.; Marchena, M.; Marchi, M. C.; Wolosiuk, A.;
Soler-Illia, G. J. Controlled Deposition of Silver Nanoparticles in
Mesoporous Single- Or Multilayer Thin Films: From Tuned Pore
Filling to Selective Spatial Location of Nanometric Objects. Small
2009, 5, 272—280.

(25) Chen, S;; Fu, H,; Zhang, L; Wan, Y. Nanospherical
Mesoporous Carbon-Supported Gold as an Efficient Heterogeneous
Catalyst in the Elimination of Mass Transport Limitations. Appl
Catal, B 2019, 248, 22—30.

(26) Rashti, A;; Lu, X.; Dobson, A.; Hassani, E.; Feyzbar-Khalkhali-
Nejad, F.; He, K; Oh, T.-S. Tuning MOF-Derived Co0304/
NiCo204Nanostructures for High-Performance Energy Storage.
ACS Appl. Energy Mater. 2021, 4, 1537—1547.

(27) Davidson, M,; Ji, Y,; Leong, G. J.; Kovach, N. C.; Trewyn, B.
G.; Richards, R. M. Hybrid Mesoporous Silica/Noble-Metal Nano-
particle Materials - Synthesis and Catalytic Applications. ACS Appl.
Nano Mater. 2018, 1, 4386—4400.

(28) Dai, H; Shi, Y.; Wang, Y,; Sun, Y,; Huy, J; Ni, P; Li, Z. A
Carbon Dot Based Biosensor for Melamine Detection by
Fluorescence Resonance Energy Transfer. Sens. Actuators, B 2014,
202, 201-208.

(29) Baruah, B.; Gabriel, G. J.; Akbashev, M. J.; Booher, M. E. Facile
Synthesis of Silver Nanoparticles Stabilized by Cationic Polynorbor-
nenes and Their Catalytic Activity in 4-Nitrophenol Reduction.
Langmuir 2013, 29, 4225—4234.

(30) Jana, N. R; Gearheart, L.; Murphy, C. J. Seeding Growth for
Size Control of 5-40 Nm Diameter Gold Nanoparticles. Langmuir
2001, 17, 6782—6786.

(31) Xue, M.; Findenegg, G. H. Lysozyme as a PH-Responsive Valve
for the Controlled Release of Guest Molecules from Mesoporous
Silica. Langmuir 2012, 28, 17578—17584.

(32) Mellaerts, R.; Aerts, C. A.; Humbeeck, J. V.; Augustijns, P.; Den
Mooter, G. V.; Martens, J. A. Enhanced Release of Itraconazole from
Ordered Mesoporous SBA-15 Silica Materials. Chem. Commun. 2007,
13, 1375—1377.

(33) Wy, Y;; Ma, Y,; He, L.; Rother, G.; Shelton, W. A.; Bharti, B.
Directed Pore Uptake and Phase Separation of Surfactant Solutions
under Confinement. J. Phys. Chem. C 2019, 123, 9957—9966.

(34) Sun, J.; Zhang, H.; Ma, D.; Chen, Y.; Bao, X.; Klein-Hoffmann,
A.; Pfinder, N.; Su, D. S. Alkanes-Assisted Low Temperature
Formation of Highly Ordered SBA-15 with Large Cylindrical
Mesopores. Chem. Commun. 2008, 42, 5343—5345.

(35) Tian, R; Sun, J.; Zhang, H.; Ye, M.; Xie, C.; Dong, J.; Huy, J;
Ma, D,; Bao, X,; Zou, H. Large-Pore Mesoporous SBA-15 Silica
Particles with Submicrometer Size as Stationary Phases for High-
Speed CEC Separation. Electrophoresis 2006, 27, 742—748.

(36) Holewinski, A,; Sakwa-Novak, M. A.; Jones, C. W. Linking
CO2 Sorption Performance to Polymer Morphology in Amino-
polymer/Silica Composites through Neutron Scattering. J. Am. Chem.
Soc. 2015, 137, 11749—11759.

(37) Ma, Y,; Wu, Y,; Lee, J. G.; He, L.; Rother, G.; Fameau, A.-L.;
Shelton, W. A.; Bharti, B. Adsorption of Fatty Acid Molecules on

https://doi.org/10.1021/acs.jpcc.1c09573
J. Phys. Chem. C 2022, 126, 2531-2541


https://doi.org/10.3390/catal4030256
https://doi.org/10.3390/catal4030256
https://doi.org/10.1016/j.elecom.2017.02.001
https://doi.org/10.1016/j.elecom.2017.02.001
https://doi.org/10.1016/j.elecom.2017.02.001
https://doi.org/10.1021/acsanm.0c02853?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.0c02853?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/am400810s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/am400810s?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41598-020-67869-8
https://doi.org/10.1038/s41598-020-67869-8
https://doi.org/10.1002/ange.201302430
https://doi.org/10.1002/ange.201302430
https://doi.org/10.1039/c7tb03319b
https://doi.org/10.1039/c7tb03319b
https://doi.org/10.1039/c7tb03319b
https://doi.org/10.1039/c7tb03319b
https://doi.org/10.1021/jp711616v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp711616v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp711616v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b19506?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b19506?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b19506?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la2001706?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la2001706?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la2001706?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.8b00664?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.8b00664?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b00635?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b00635?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.6b00635?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adfm.200700366
https://doi.org/10.1002/adfm.200700366
https://doi.org/10.1021/acsanm.1c01678?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.1c01678?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.1c01164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.1c01164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.1c01164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/nl502673m?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/nl502673m?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/nl502673m?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1073/pnas.2003362117
https://doi.org/10.1073/pnas.2003362117
https://doi.org/10.1073/pnas.2003362117
https://doi.org/10.1016/j.cattod.2016.12.045
https://doi.org/10.1016/j.cattod.2016.12.045
https://doi.org/10.1016/j.cattod.2016.12.045
https://doi.org/10.1021/acsanm.0c01299?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.0c01299?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.0c01299?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/mz5002146?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/mz5002146?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.6b00487?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsnano.6b00487?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.macromol.7b01364?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.macromol.7b01364?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.macromol.7b01364?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/smll.200800894
https://doi.org/10.1002/smll.200800894
https://doi.org/10.1002/smll.200800894
https://doi.org/10.1016/j.apcatb.2019.02.006
https://doi.org/10.1016/j.apcatb.2019.02.006
https://doi.org/10.1016/j.apcatb.2019.02.006
https://doi.org/10.1021/acsaem.0c02736?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.0c02736?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.8b00967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.8b00967?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.snb.2014.05.058
https://doi.org/10.1016/j.snb.2014.05.058
https://doi.org/10.1016/j.snb.2014.05.058
https://doi.org/10.1021/la305068p?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la305068p?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la305068p?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la0104323?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la0104323?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304152j?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304152j?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la304152j?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/b616746b
https://doi.org/10.1039/b616746b
https://doi.org/10.1021/acs.jpcc.9b01522?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b01522?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/b509713d
https://doi.org/10.1039/b509713d
https://doi.org/10.1039/b509713d
https://doi.org/10.1002/elps.200500630
https://doi.org/10.1002/elps.200500630
https://doi.org/10.1002/elps.200500630
https://doi.org/10.1021/jacs.5b06823?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.5b06823?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.5b06823?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.langmuir.0c00156?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.1c09573?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

The Journal of Physical Chemistry C

pubs.acs.org/JPCC

Amine-Functionalized Silica Nanoparticles: Surface Organization and
Foam Stability. Langmuir 2020, 36, 3703—3712.

(38) Bharti, B.; Meissner, J.; Findenegg, G. H. Aggregation of Silica
Nanoparticles Directed by Adsorption of Lysozyme. Langmuir 2011,
27, 9823-9833.

(39) Langmuir, I. The Constitution and Fundamental Properties of
Solids and Liquids. II. Liquids. J. Am. Chem. Soc. 1917, 39, 1848—
1906.

(40) Long, T.; Wu, H,; Yu, H.; Thushara, D.; Bao, B.; Zhao, S.; Liu,
H. Thermodynamic Barrier for Nanoparticle Penetration into
Nanotubes. Langmuir 2020, 36, 15514—15522.

(41) Huang, L.; Zhang, L.; Shao, Q.; Ly, L.; Ly, X;; Jiang, S.; Shen,
W. Simulations of Binary Mixture Adsorption of Carbon Dioxide and
Methane in Carbon Nanotubes: Temperature, Pressure, and Pore Size
Effects. J. Phys. Chem. C 2007, 111, 11912—11920.

(42) Liu, Y. Is the Free Energy Change of Adsorption Correctly
Calculated? J. Chem. Eng. Data 2009, 54, 1981—1985.

(43) Zhou, X.; Zhou, X. The Unit Problem in the Thermodynamic
Calculation of Adsorption Using the Langmuir Equation. Chem. Eng.
Commun. 2014, 201, 1459—1467.

(44) Sang, L.-C.; Vinu, A.; Coppens, M.-O. General Description of
the Adsorption of Proteins at Their Iso-Electric Point in Nanoporous
Materials. Langmuir 2011, 27, 13828—13837.

(45) Meissner, J.; Prause, A,; Di Tommaso, C.; Bharti, B.;
Findenegg, G. H. Protein Immobilization in Surface-Functionalized
SBA-15: Predicting the Uptake Capacity from the Pore Structure. J.
Phys. Chem. C 2015, 119, 2438—2446.

(46) Woehl, T. J,; Prozorov, T. The Mechanisms for Nanoparticle
Surface Diffusion and Chain Self-Assembly Determined from Real-
Time Nanoscale Kinetics in Liquid. J. Phys. Chem. C 2018, 119,
21261-21269.

(47) Christau, S.; Moeller, T.; Genzer, J.; Koehler, R.; Von Klitzing,
R. Salt-Induced Aggregation of Negatively Charged Gold Nano-
particles Confined in a Polymer Brush Matrix. Macromolecules 2017,
50, 7333—7343.

(48) Bharti, B.; Xue, M.; Meissner, J.; Cristiglio, V.; Findenegg, G.
H. Assembling Wormlike Micelles in Tubular Nanopores by Tuning
Surfactant-Wall Interactions. J. Am. Chem. Soc. 2012, 134, 14756—
14759.

(49) Ma, Y.; Heller, W. T.; He, L.; Shelton, W. A,; Rother, G;
Bharti, B. Characterisation of Nano-Assemblies inside Mesopores
Using Neutron Scattering. Mol. Phys. 2021, 119, No. €1905190.

(50) Jia, H; Gao, X.; Chen, Z.; Liu, G.; Zhang, X.; Yan, H.; Zhou,
H.; Zheng, L. The High Yield Synthesis and Characterization of Gold
Nanoparticles with Superior Stability and Their Catalytic Activity.
CrystEngComm 2012, 14, 7600—7606.

(51) Pamies, R;; Cifre, J. G. H.; Espin, V. F.; Collado-Gonzilez, M.;
Barios, F. G. D.; De La Torre, J. G. Aggregation Behaviour of Gold
Nanoparticles in Saline Aqueous Media. J. Nanopart. Res. 2014, 16,
2376—2387.

(52) Deng, Y.; Cai, Y.; Sun, Z,; Liu, J.; Liu, C.; Wei, J.; Li, W.; Liu,
C; Wang, Y.; Zhao, D. Multifunctional Mesoporous Composite
Microspheres with Well-Designed Nanostructure: A Highly Inte-
grated Catalyst System. J. Am. Chem. Soc. 2010, 132, 8466—8473.

(53) Ge, J; Zhang, Q.; Zhang, T.; Yin, Y. Core-Satellite
Nanocomposite Catalysts Protected by a Porous Silica Shell:
Controllable Reactivity, High Stability, and Magnetic Recyclability.
Angew. Chem., Int. Ed. 2008, 47, 8924—8928.

(54) Froment, G. F.; Bischoff, K. B.; Wilde, J. D. Chemical Reactor
Analysis and Design, 3rd ed.; Wiley, 2011.

(55) Huang, J; Yan, C.; Huang, K. Removal of P-Nitrophenol by a
Water-Compatible Hypercrosslinked Resin Functionalized with
Formaldehyde Carbonyl Groups and XAD-4 in Aqueous Solution:
A Comparative Study. J. Colloid Interface Sci. 2009, 332, 60—64.

(56) Niesner, R.; Heintz, A. Diffusion Coefficients of Aromatics in
Aqueous Solution. J. Chem. Eng. Data 2000, 45, 1121—1124.

(57) Reich, S.-J.; Svidrytski, A.; Hlushkou, D.; Stoeckel, D.; Kiibel,
C.; Holtzel, A.; Tallarek, U. Hindrance Factor Expression for
Diffusion in Random Mesoporous Adsorbents Obtained from Pore-

2541

Scale Simulations in Physical Reconstructions. Ind. Eng. Chem. Res.
2018, 57, 3031—-3042.

(58) Zhang, L; Liu, S.; Wang, Y.; Zhang, H.; Liang, F. Controllable
Synthesis and Catalytic Performance of Gold Nanoparticles with
Cucurbit[n]Urils (n = 5-8). Nanomaterials 2018, 8, 1015—1026.

https://doi.org/10.1021/acs.jpcc.1c09573
J. Phys. Chem. C 2022, 126, 2531-2541


https://doi.org/10.1021/acs.langmuir.0c00156?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.langmuir.0c00156?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la201898v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la201898v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja02254a006?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja02254a006?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.langmuir.0c02741?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.langmuir.0c02741?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp067226u?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp067226u?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp067226u?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/je800661q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/je800661q?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1080/00986445.2013.818541
https://doi.org/10.1080/00986445.2013.818541
https://doi.org/10.1021/la202907f?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la202907f?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/la202907f?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp5096745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp5096745?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.5b07164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.5b07164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.5b07164?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.macromol.7b00866?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.macromol.7b00866?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja307534y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja307534y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1080/00268976.2021.1905190
https://doi.org/10.1080/00268976.2021.1905190
https://doi.org/10.1039/c2ce25840d
https://doi.org/10.1039/c2ce25840d
https://doi.org/10.1007/s11051-014-2376-4
https://doi.org/10.1007/s11051-014-2376-4
https://doi.org/10.1021/ja1025744?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja1025744?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja1025744?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.200803968
https://doi.org/10.1002/anie.200803968
https://doi.org/10.1002/anie.200803968
https://doi.org/10.1016/j.jcis.2008.12.039
https://doi.org/10.1016/j.jcis.2008.12.039
https://doi.org/10.1016/j.jcis.2008.12.039
https://doi.org/10.1016/j.jcis.2008.12.039
https://doi.org/10.1021/je0000569?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/je0000569?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.iecr.7b04840?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.iecr.7b04840?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.iecr.7b04840?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.3390/nano8121015
https://doi.org/10.3390/nano8121015
https://doi.org/10.3390/nano8121015
pubs.acs.org/JPCC?ref=pdf
https://doi.org/10.1021/acs.jpcc.1c09573?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

