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ABSTRACT: Understanding ion transport in solid materials is
crucial in the design of electrochemical devices. Of particular
interest in recent years is the study of ion transport across 2-
dimensional, atomically thin crystals. In this contribution, we
describe the use of a host—guest hybrid redox material based on
polyoxometalates (POMs) encapsulated within the internal cavities
of single-walled carbon nanotubes (SWNTs) as a model system for
exploring ion transport across atomically thin structures. The
nanotube sidewall creates a barrier between the redox-active
molecules and bulk electrolytes, which can be probed by
addressing the redox states of the POMs electrochemically. The
electrochemical properties of the {POM}@SWNT system are
strongly linked to the nature of the cation in the supporting

electrolyte. While acidic electrolytes facilitate rapid, exhaustive, reversible electron transfer and stability during redox cycling,
alkaline-salt electrolytes significantly limit redox switching of the encapsulated species. By “plugging” the {POM}@SWNT material
with Cgy-fullerenes, we demonstrate that the primary mode of charge balancing is proton transport through the graphenic lattice of
the SWNT sidewalls. Kinetic analysis reveals little kinetic isotope effect on the standard heterogeneous electron transfer rate
constant, suggesting that ion transport through the sidewalls is not rate-limiting in our system. The unique capacity of protons and
deuterons to travel through graphenic layers unlocks the redox chemistry of nanoconfined redox materials, with significant

implications for the use of carbon-coated materials in applications ranging from electrocatalysis to energy storage and beyond.

B INTRODUCTION

Two- and three-dimensional nanocarbons have been used as
electrically conductive supports and electrode materials for
electrochemical devices, leading to increasing interest in the
study of ion-transport in such materials.'~” Recently, Geim
and co-workers demonstrated that field-driven migration of
protons through atomically thin, pristine monolayers of
graphene, and hexagonal boron nitride (h-BN) was possible.®
Ion conductivities between 1 and 10* mS cm™ have since been
reported,”” while through-layer transport of larger ions, such as
Li*, has not been detected.'” The rate of proton transport
through graphene exceeds that of deuterons by an order of
magnitude,'”'” and monolayer graphene may be used as a
selective proton-conducting membrane in next-generation
devices."”

The ion-transport properties of 2D materials have been
studied using specialized experimental setups, such as Nafionl
graphenelNafion sandwich structures,” membrane-electrode
assemblies,'” and “proton-pump” systems, in which the
graphene sheet is modified with hydrogen-evolution catalysts
on one face.* In contrast, the ion-transport and redox
properties of 3D, solid-state materials have been studied
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routinely for decades using electrochemical methods such as
voltammetry and galvanostatic cycling."”~"” These studies have
been extended to 2D and 3D nanocarbons, including graphene
and single-walled carbon nanotubes (SWNTs), which can be
thought of as rolled-up sheets of graphene. The fundamental
properties of these materials, as well as their applications in
devices,"® > have been studied electrochemically, revealing
insights into the physicochemical properties of these systems.
These include the effects of dopants and heteroatoms on the
kinetics of electron transfer at graphene-based electrodes.”® A
remarkable feature of SWNTs is that they can be modified with
redox- and catalytically active materials in their interiors; a lot
of recent research has focused on the chemical and
electrochemical properties of chemical species “nanoencapsu-
lated” within SWNTs, which often imparts unique properties
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Figure 1. (A—F) Cyclic voltammograms of {P,W;}J@SWNT recorded using 1.0 M aqueous supporting electrolytes (labeled inset). All
voltammograms were recorded using a glassy carbon working electrode, SCE reference electrode, glassy carbon counter electrode, and scan rate of

100 mV s L.

. 1.27,28 .
to the resultant materials,””””® such as novel electronic

properties,”” " chemical stability,”’ and tunable catalytic
selectivity.”

Polyoxometalates (POMs) are polyanionic molecular metal
oxide clusters based on early transition metals that have
attracted attention in recent years as charge carriers and redox
mediators in a range of technologies.33_37 In this contribution,
we describe the use of POMs nanoencapsulated within
SWNTs as a probe for studying the transport of ions through
the sp® carbon layer. The Wells-Dawson phosphotungstate
[P,W,304,]%" can be encapsulated within SWNTs*>* and
undergoes several consecutive, chemically reversible reductions
during voltammetry in the solid state. We show that
electrochemical switching between the various redox states is
only possible in acidic electrolytes; in the presence of
electrolytes containing Li* and Na" ions, the waves associated
with redox of the POMs are suppressed. We probe the
differences in these voltammetric behaviors by plugging the
ends of the SWNTs with size-matched fullerenes, limiting the
only possible ion-transport route to the sidewalls of the
SWNTs, as well as by using deuterated and nondeuterated
supporting electrolytes. Using these strategies, we show that
charge-balancing ion transport in the system is achieved by
through-wall migration of protons and deuterons.

B RESULTS AND DISCUSSION

[P,W,304,]%" was encapsulated within SWNTs with an
average internal diameter of 1.5 nm using the method
previously reported.””*® Briefly, the opened SWNTSs were
added to 10 mM aqueous Kg[P,W;304,] and stirred for 48 h,
after which {P,W,i}@SWNT was isolated by filtration. The
POMs were encapsulated without the corresponding counter
cations, with the host SWNT effectively balancing the excess
charge on the POMs.”**%*” The redox chemistry of {P,W,s}@

SWNT was assessed by voltammetric analysis of films of the
material immobilized on a glassy carbon (GC) working
electrode. Figure 1A shows a cyclic voltammogram (CV) of
{P,W s }J@SWNT recorded using 1.0 M HCI as a supporting
electrolyte and at 100 mV s™*. Three redox couples (I, II, and
1) with mid-point potentials, E, 4, of —0.160, —0.382, and
—0.612 V were visible in the CV. The peak-to-peak separation
(AEP) for couples I, II, and III were 4, 0, and 0 mV,
respectively, and the peak currents, i,, for the reduction process
of each couple increased linearly with increasing scan rate, v
(Figure S1, Supporting Information). These observations are
expected for electrochemically reversible surface-confined
redox processes'” and are in good agreement with our
previous reports of the electrochemistry of these materials.”>**

We investigated the transport of different ions of the
supporting electrolyte by first varying the anions of the
supporting electrolytes. Figure 1D shows a CV of {P,W3}@
SWNT in contact with 1.0 M H,SO,, which is similar to the
voltammogram recorded in 1.0 M HCL. Three redox couples
with mid-point potentials of —0.173, —0.385, and —0.613 V
and AEP values of 1, 7, and 6 mV were observed for couples I,
11, and III, respectively. i, for each reduction process increased
linearly as v increased (Figure S2, Supporting Information). In
contrast, when altering the cation of the supporting electrolyte,
by using 1.0 M LiCl, NaCl, Li,SO,, and Na,SO, as supporting
electrolytes (Figure 1B,C,EF, respectively) electrochemical
redox of the POMs was suppressed; in each case, lower
faradaic currents and ill-defined peaks were observed.
Suppression of the electrochemical responses in the Li'-
containing electrolytes differs from that observed when the
POM cluster is dissolved in solution and reversible electro-
reduction occurs readily.***'

The retention in the faradaic charge passed during the first
reduction of couple II upon voltammetric cycling in 1.0 M
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Figure 2. (A) Cyclic voltammograms (cycles 1—1000, every 100th cycle, labeled inset) of {P,Ws}@SWNT recorded using 1.0 M H,SO, as
supporting electrolyte, showing that the charge passed was retained up to at least the 1000th cycle. (B) Cyclic voltammograms (cycles 1—10 and
50, labeled inset) of {P,W,s}@SWNT recorded using 1.0 M Li,SO, as electrolyte and showing a decay in the charge passed over 50 cycles. (C)
Charge retention during reduction of couple II during potential cycling of {P,W;s}@SWNT in 1.0 M H,SO,, Li,SO,, and Na,SO,, (labeled inset).
All CVs were recorded using a glassy carbon working electrode, SCE reference electrode, glassy carbon counter electrode, and scan rate of 100 mV

-1
s .

H,SO, (Figure 2A) was 85 and 83% after S0 and 1000 cycles,
respectively. In contrast, almost no faradaic charge was passed
by cycle 10 when cycling the material in 1.0 M Li,SO, (Figure
2B) and, by the 50th cycle, the CV showed an almost
completely capacitive response. The same rapid decay in the
amount of charge passed was also observed when using 1.0 M
Na,SO, as a supporting electrolyte (Figure 2C), demonstrating
that charge-balancing upon redox of the nanoencapsulated
POMs depended strongly on the nature of the cations of the
supporting electrolyte.

The potential routes by which the charge-balancing
counterions could access the nanoencapsulated redox species
during electrochemical cycling are through the open SWNT
ends, defects in the SWNT sidewalls, and the sp* carbon
framework of the sidewalls (Scheme 1). Based on a recent
study estimating the defect density of SWNTs from Raman
spectroscopy,”” the concentration of defects within our
samples is expected to be about 1 per 65 nm (while other
reports put the number as low as 1 per 4 um).* At this
density, transport through defects is unlikely to be a significant
contributor to charge balancing in the system. In addition, the
fact that redox of the POMs was suppressed in the presence of
the alkaline metal countercations indicates that defect-
facilitated transport did not play a significant role.

To test whether access of electrolyte cations along the main
axis of the SWNTs was a significant route for ion transport, the
ends of the SWNT were plugged by encapsulating Cgo-
fullerene within the {P,W;}@SWNT open ends, yielding
CCyfP,W,s}@SWNT (Figure 3A). This was achieved by
drop-casting Cgo-fullerene-saturated toluene onto a {P,W3}@
SWNT-modified glassy-carbon electrode. The van der Waals
diameter of C4, (1 nm) leaves virtually no gap for ions to pass
when encapsulated within the SWNT (Figure 3A, inset).”®
Figure 3C,D shows TEM images of SWNT and {P,W}@
SWNT films subjected to the plugging process, demonstrating
the effectiveness of the methodology. Figure 3E shows an
image of the unplugged {P,W;i}@SWNT for comparison.
CVs of CCg{P,W s }@SWNT recorded using 1.0 M HCI as
an electrolyte (Figure 3B) showed little difference to those of
the “unplugged” material, with minor positive shifts of 8, 9, and
9 mV in E_4 of couples I, II, and III, respectively. No
significant change in the charge passed was observed,
suggesting that restricting the transport of cations through
the open SWNT ends and through the internal channel had

Scheme 1. Potential Charge-Balancing Routes upon Redox
of Nanoencapsulated [P,W,0¢,]%“

“(A) Ion transport along the SWNT internal channel; (B) ion
transport through a vacancy defect (highlighted in red); (C) ion
transport through the sp® graphenic lattice. POMs are depicted in blue
and cations are red point charges for clarity. Ion-transport routes are
shown by red arrows.

little effect on charge balancing within the system. In contrast,
when carrying out voltammetry in 1.0 M Li,SO,, the charge
passed during redox cycling of CCy{P,W i }@SWNT was
about 50% lower than for the unplugged material (Figure S2
Supporting Information). These observations show that redox
of the encapsulated POMs was supported in acidic electrolytes,
even when ion access along the SWNT channel was effectively
blocked. Therefore, transport of protons through the pristine
SWNT sidewall likely dominated local mass transport (Figure
4A), a finding that correlates well with the pioneering work of
Lozada-Hidalgo, Geim and co-workers on the transport of
protons across graphene monolayers.l’8

To explore the nature of the proton transfer further and
explore whether the mass of the cations played a significant
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Figure 3. (A) Schematic of the plugging of {P,W;s}@SWNT (POMs shown in blue) with Cg, fullerenes (purple). The Cg4 molecules are
encapsulated within the open SWNT ends, restricting ion access along the main SWNT axis. The expanded view (below, right) shows the end-on
view of the plugged SWNT (CCqy{P,W s }@SWNT) with a hydronium ion (oxygen atom red, hydrogen atoms white) for scale, demonstrating that
the van der Waals gap between the Cy and SWNT sidewall restricts ion access. (B) Cyclic voltammograms of {P,W;s}@SWNT and CCg{P,W 3}
@SWNT recorded using 1.0 M HCI as a supporting electrolyte. TEM images of the encapsulation of Cg, fullerenes using the drop-cast
methodology for an SWNT film and a {P,W,s}@SWNT film are shown in C and D, respectively. A TEM image of {P,W;s}@SWNT not subjected
to the plugging process is shown in E. The scale bars are 10 nm long and the images were acquired with an accelerating voltage of 100 kV. Yellow
arrows show encapsulated fullerenes, red arrows show SWNT open ends, and the blue arrows show encapsulated [P,W,04,]%". All

voltammograms were recorded using a glassy carbon working electrode, SCE reference electrode, glassy carbon counter electrode, and a scan rate of
100 mV s~
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Figure 4. (A) Transport of protons (shown as red point charges) through the graphenic wall of the SWNT that accompanies the electron transfer
to and from the encapsulated POMs. (B) Cyclic voltammograms of {P,W,s}@SWNT recorded using 1.0 M HCl as supporting electrolyte (black
trace) and 1.0 M DCI (red trace) at a scan rate of 100 mV s™". (C) Cyclic voltammograms of {P,W,;}@SWNT recorded at various scan rates
(0.01-50 Vs7") in 1.0 M HCL (D) plots of E, — E% vs log v for a {P,W,}@SWNT film recorded in 1.0 M HCl and 1.0 M DClI (labeled inset).
All voltammograms were recorded using a glassy carbon working electrode, an SCE reference electrode, and a glassy carbon counter electrode.
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role during charge balancing, CVs of {P,W i }@SWNT were
recorded using 1.0 M HCl and DCl as electrolytes (Figure 4B).
Both showed redox couples I, II, and III, but the E ;4 values
were shifted negatively by 44, 43, and 39 mV, respectively, in
DCl relative to those in HCI, due to the lower acidity of DCI
associated with the lower zero-point energy of deuterons.**
AE, values of 6, 4, and 4 mV were observed for couples I, I,
and III, respectively, in 1.0 M DC], indicating that redox of the
encapsulated POMs could still be supported when deuterons
were the mobile cations.

Varying v between 0.01 and 100 V s~ (Figure 4C) can
allow calculation of the standard heterogeneous electron-
transfer rate constants, k°, using the Laviron equation.45_48
The surface-confined nature of electron transfer within the
system and strong adsorption of both the reduced and oxidized
species makes {P,W;}@SWNT an excellent system for study
with this method. Eq 1 shows how the peak potential, E,, is
related to v for a system containing a surface-confined redox
species:

. ( RT
Ep = E°+(—)

anF anF

0
ln[ﬂ) —Inv

(1)

where E% is the formal potential, R is the ideal gas constant, T
is the absolute temperature, « is the transfer coefficient, n is the
number of electrons transferred, and F is the Faraday constant.
Graphs of E, — E” vs log v (so-called trumpet plots) were
produced from voltammetric data for couple I in each case and
showed very small E, — E% values at low v values for {P,W s}
@SWNT (Figure 4D). Upon increasing v, E, — E” for the
reduction and oxidation processes increased linearly above
approximately log v = 1.5. Determination of k° from the linear
gradients given by the dashed lines in Figure 4D (see
Supporting Information for details) gave average k° values of
292 + 6 and 260 + 1 s for couple I when cycling in 1.0 M
HCl and 1.0 M DCI, respectively. These values are lower than
the values of S00 and 800 s~ determined recently by Proust
and co-workers, who studied monolayers of covalently-grafted
POMs on electrode surfaces in organic electrolytes,””"’ and
2—S5 orders of magnitude lower than for bridged organo-
metallic complexes grafted onto electrode surfaces.””*° The
Laviron analysis of CCz{P,W;s}@SWNT yielded k° values of
214 + 87 and 137 + 27 s ! for couple I'in 1.0 M HCl and 1.0
M DC], respectively, demonstrating that electron transfer rates
were affected when mass transport along the SWNT channel
was inhibited by plugging the ends of the SWNTs but
remained high even when the only route of ion transport was
through the graphenic lattice of the SWNTSs. Perhaps, most
notably, the ratio of k° values determined using the 1.0 M
deuterated and nondeuterated acids (k%;/k%) is 1.12 and 1.56
for unplugged and plugged {P,W;iJ@SWNT, respectively.
These ratios are lower than reported for H" and D* transport
across graphene, indicating that the rate of the redox switching
in our system is not limited by the rate of hydron (protons or
deuterons) transport across the sp? framework.'"” This
observation may be due to the fact that ion transport during
the electrochemical cycling of our system occurs not only
across the SWNT sidewalls but also throughout the 3D
{P,W s }@SWNT films.

Bl CONCLUSIONS

We have demonstrated the use of electrochemical methods to
study the transport of protons and deuterons across the

graphenic lattice of SWNTs. Cyclic voltammetry of SWNTs
containing nanoencapsulated polyoxometalate anions
([P,W1504,]%7) in various aqueous electrolytes shows that
sustained redox of the guest species is possible in the presence
of protons or deuterons. However, in supporting electrolytes
containing Li" or Na™ as cations, the electrochemical signal of
the guest species decays rapidly. Plugging the ends of the
SWNTs to inhibit the transport of ions along the main SWNT
channels confirms that transport of protons and deuterons
through the graphenic lattice of the SWNTSs occurs during
electrochemical cycling of the nanoencapsulated redox species.
These observations demonstrate that the ion-transport proper-
ties of 2D graphene extend to the curved graphenic walls of
carbon nanotubes, with potential implications for the develop-
ment of materials based on nanoconfined redox species and
nanocarbon frameworks. The advantages of nanoconfinement
of active molecules in confined spaces, which can include novel
types of reactivity and stability, can potentially be imparted to
electrochemically active materials that require facile transport
of charge-balancing counterions during operation.

B EXPERIMENTAL SECTION

All reagents were purchased and used as received from Sigma-Aldrich,
Merck, or Acros Organics. SWNT-P2 was used as received from
Carbon Solutions Inc. K¢[P,W;3O4,] and {P,W s}@SWNT were
synthesized as reported previously.”®>' Cyclic voltammetry was
performed using a CH Instruments 1140 potentiostat and a BioLogic
SP-300 potentiostat using a three-electrode cell, comprising a glassy
carbon working electrode (0.071 cm?®) and glassy carbon counter
electrode. A saturated calomel electrode (SCE) was used as the
reference electrode, while an SCE-containing D,0O as the solvent was
used for voltammetry of deuterated media. Unless otherwise stated, all
potentials are reported relative to that of the SCE (3 M KCl in D,0
references adjusted as measured). {P,W;;}@SWNT was sonicated for
15 min in a DMF “ink” (10 mg/mL), after which 8 uL of the resulting
suspension was deposited onto the GC electrode and allowed to dry
in the air. Plugging of {P,W }@SWNT-modified electrodes was
carried out by depositing 8 uL of a Cgy-fullerene-saturated toluene
solution (approximately 2.2 mg/mL) onto the modified electrode,
followed by soaking the electrode in fresh toluene briefly to remove
unencapsulated fullerene.

Imaging Methods. TEM images were acquired using a JEOL
2100F field emission microscope with an accelerating voltage of 100
kV. Samples were prepared by dispersing in isopropyl alcohol and
drop casting onto copper grids covered with a “lacey” carbon film. All
TEM images were processed using Gatan Digital Micrograph, and
quoted distances were measured by drawing a line profile and
measuring the electron intensity histogram.

B ASSOCIATED CONTENT

© Supporting Information
The Supporting Information is available free of charge at
https://pubs.acs.org/doi/10.1021/jacs.3c00554.

Description of the determination of k° values; plots of
peak current versus scan rate (Figure S1); and cyclic
voltammograms (Figure S2) (PDF)

B AUTHOR INFORMATION

Corresponding Authors
Graham N. Newton — Nottingham Applied Materials and
Interfaces (NAMI) Group, GSK Carbon Neutral
Laboratories for Sustainable Chemistry, School of Chemistry,
University of Nottingham, Nottingham NG7 2TU, U. K;
The Faraday Institution, Didcot OX11 ORA, U. K;

https://doi.org/10.1021/jacs.3c00554
J. Am. Chem. Soc. XXXX, XXX, XXX—XXX


https://pubs.acs.org/doi/suppl/10.1021/jacs.3c00554/suppl_file/ja3c00554_si_001.pdf
https://pubs.acs.org/doi/10.1021/jacs.3c00554?goto=supporting-info
https://pubs.acs.org/doi/suppl/10.1021/jacs.3c00554/suppl_file/ja3c00554_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Graham+N.+Newton"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-2246-4466
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.3c00554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

orcid.org/0000-0003-2246-4466;
Email: graham.newton@nottingham.ac.uk
Darren A. Walsh — Nottingham Applied Materials and
Interfaces (NAMI) Group, GSK Carbon Neutral
Laboratories for Sustainable Chemistry, School of Chemistry,
University of Nottingham, Nottingham NG7 2TU, U. K,;
The Faraday Institution, Didcot OX11 ORA, U. K;
orcid.org/0000-0003-3691-6734; Email: darren.walsh@
nottingham.ac.uk

Authors

Jack W. Jordan — Nottingham Applied Materials and
Interfaces (NAMI) Group, GSK Carbon Neutral
Laboratories for Sustainable Chemistry, School of Chemistry,
University of Nottingham, Nottingham NG7 2TU, U. K;
The Faraday Institution, Didcot OX11 ORA, U. K;;

orcid.org/0000-0002-4480-9974

Beth Mortiboy — Nottingham Applied Materials and
Interfaces (NAMI) Group, GSK Carbon Neutral
Laboratories for Sustainable Chemistry, School of Chemistry,
University of Nottingham, Nottingham NG7 2TU, U. K

Andrei N. Khlobystov — School of Chemistry, University of
Nottingham, Nottingham NG7 2RD, U. K;; ® orcid.org/
0000-0001-7738-4098

Lee R. Johnson — Nottingham Applied Materials and
Interfaces (NAMI) Group, GSK Carbon Neutral
Laboratories for Sustainable Chemistry, School of Chemistry,
University of Nottingham, Nottingham NG7 2TU, U. K;
The Faraday Institution, Didcot OX11 ORA, U. K;

orcid.org/0000-0002-1789-814X

Complete contact information is available at:
https://pubs.acs.org/10.1021/jacs.3c00554

Notes
The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

AN.K. thanks the EPSRC (Established Career Fellowship and
MASI Programme Grant). D.AW., LRJ, and G.N.N. thank
the Faraday Institution LiSTAR project (EP/S003053/,
FIRGO14) and the University of Nottingham’s Propulsion
Futures Beacon of Excellence. ].W.J. thanks the EPSRC for the
2020 Doctoral Prize (EP/T517902/1). The authors also thank
the Nottingham Nanoscale and Microscale Research Centre
(nmRC) for providing access to instrumentation (EP/
L022494/1).

B REFERENCES

(1) Kidambi, P. R; Chaturvedi, P.; Moehring, N. K. Subatomic
Species Transport through Atomically Thin Membranes: Present and
Future Applications. Science 2021, 374, No. eabd7687.

(2) Melchionna, M.; Fornasiero, P.; Prato, M. Into the Carbon: A
Matter of Core and Shell in Advanced Electrocatalysis. APL Mater.
2020, 8, No. 02090S.

(3) Baba, T.; Sodeyama, K,; Kawamura, Y.; Tateyama, Y. Li-Ion
Transport at the Interface between a Graphite Anode and Li,CO,
Solid Electrolyte Interphase: Ab Initio Molecular Dynamics Study.
Phys. Chem. Chem. Phys. 2020, 22, 10764—10774.

(4) Asenbauer, J.; Eisenmann, T.; Kuenzel, M.; Kazzazi, A.; Chen,
Z.; Bresser, D. The Success Story of Graphite as a Lithium-Ion Anode
Material — Fundamentals, Remaining Challenges, and Recent
Developments Including Silicon (Oxide) Composites. Sustainable
Energy Fuels 2020, 4, 5387—5416.

(5) Xu, J. H; Turney, D. E.; Jadhav, A. L.; Messinger, R. J. Effects of
Graphite Structure and Ion Transport on the Electrochemical
Properties of Rechargeable Aluminum—Graphite Batteries. ACS
Appl. Energy Mater. 2019, 2, 7799—7810.

(6) Choi, W.; Ulissi, Z. W.; Shimizu, S. F. E.; Bellisario, D. O
Ellison, M. D.; Strano, M. S. Diameter-Dependent Ion Transport
through the Interior of Isolated Single-Walled Carbon Nanotubes.
Nat. Commun. 2013, 4, 2397.

(7) Gao, H.; Wang, J.; Liu, Y.; Xie, Y.; Krdl, P.; Lu, R. Selectivity of
Ton Transport in Narrow Carbon Nanotubes Depends on the Driving
Force Due to Drag or Drive Nature of Their Active Hydration Shells.
J. Chem. Phys. 2021, 154, 104707.

(8) Hu, S.; Lozada-Hidalgo, M; Wang, F. C.; Mishchenko, A;
Schedin, F.; Nair, R. R.; Hill, E. W.; Boukhvalov, D. W.; Katsnelson,
M. I; Dryfe, R. A. W,; Grigorieva, I. V,; Wu, H. A;; Geim, A. K.
Proton Transport through One-Atom-Thick Crystals. Nature 2014,
S16, 227-230.

(9) Chaturvedi, P.; Moehring, N. K; Cheng, P.; Vlassiouk, I;
Boutilier, M. S. H.; Kidambi, P. R. Deconstructing Proton Transport
through Atomically Thin Monolayer CVD Graphene Membranes. J.
Mater. Chem. A 2022, 10, 19797—19810.

(10) Mogg, L.; Zhang, S.; Hao, G. P.; Gopinadhan, K; Barry, D.;
Liu, B. L; Cheng, H. M,; Geim, A. K,; Lozada-Hidalgo, M. Perfect
Proton Selectivity in Ion Transport through Two-Dimensional
Crystals. Nat. Commun. 2019, 10, 4243.

(11) Bukola, S.; Liang, Y.; Korzeniewski, C.; Harris, J.; Creager, S.
Selective Proton/Deuteron Transport through NafionlGraphenel
Nafion Sandwich Structures at High Current Density. . Am. Chem.
Soc. 2018, 140, 1743—1752.

(12) Lozada-Hidalgo, M.; Hu, S.; Marshall, O.; Mishchenko, A.;
Grigorenko, A. N.; Dryfe, R. A. W.; Radha, B.; Grigorieva, I. V.; Geim,
A. K. Sieving Hydrogen Isotopes through Two-Dimensional Crystals.
Science 2016, 351, 68—70.

(13) Bukola, S.; Li, Z.; Zack, J.; Antunes, C.; Korzeniewski, C.;
Teeter, G.; Blackburn, J.; Pivovar, B. Single-Layer Graphene as a
Highly Selective Barrier for Vanadium Crossover with High Proton
Selectivity. ]. Energy Chem. 2021, 59, 419—430.

(14) Lozada-Hidalgo, M.; Zhang, S.; Hu, S.; Kravets, V. G;
Rodriguez, F. J.; Berdyugin, A.; Grigorenko, A.; Geim, A. K. Giant
Photoeffect in Proton Transport through Graphene Membranes. Nat.
Nanotechnol. 2018, 13, 300—303.

(15) Rusling, J. F.; Suib, S. L. Characterizing Materials with Cyclic
Voltammetry. Adv. Mater. 1994, 6, 922—930.

(16) Boyd, S.; Ganeshan, K.; Tsai, W.-Y.; Wu, T.; Saeed, S.; Jiang,
D.; Balke, N.; van Duin, A. C. T.; Augustyn, V. Effects of Interlayer
Confinement and Hydration on Capacitive Charge Storage in
Birnessite. Nat. Mater. 2021, 20, 1689—1694.

(17) Fleischmann, S.; Mitchell, J. B.; Wang, R;; Zhan, C.; Jiang, D.;
Presser, V.; Augustyn, V. Pseudocapacitance: From Fundamental
Understanding to High Power Energy Storage Materials. Chem. Rev.
2020, 120, 6738—6782.

(18) Sun, N; Guan, L; Shi, Z.; Zhu, Z; Li, N,; Li, M,; Gu, Z.
Electrochemistry of Fullerene Peapod Modified Electrodes. Electro-
chem. Commun. 2008, 7, 1148—1152.

(19) Sun, N.; Guan, L.; Shi, Z; Li, N; Gu, Z.; Zhu, Z.; Li, M.; Shao,
Y. Ferrocene Peapod Modified Electrodes: Preparation, Character-
ization, and Mediation of H,0,. Anal. Chem. 2006, 78, 6050—6057.

(20) Ishii, Y,; Tashiro, K,; Hosoe, K.; Al-zubaidi, A.; Kawasaki, S.
Electrochemical Lithium-Ion Storage Properties of Quinone Mole-
cules Encapsulated in Single-Walled Carbon Nanotubes. Phys. Chem.
Chem. Phys. 2016, 18, 10411—10418.

(21) Yang, C.-P.; Yin, Y.-X;; Guo, Y.-G.; Wan, L.-J. Electrochemical
(De)Lithiation of 1D Sulfur Chains in Li—S Batteries: A Model
System Study. J. Am. Chem. Soc. 2018, 137, 2215—2218.

(22) Jordan, J. W.; Cameron, J. M.; Lowe, G. A.; Rance, G. A; Fung,
K. L. Y; Johnson, L. R;; Walsh, D. A.; Khlobystov, A. N.; Newton, G.
N. Stabilization of Polyoxometalate Charge Carriers via Redox-Driven
Nanoconfinement in Single-Walled Carbon Nanotubes. Angew. Chem.,
Int. Ed. 2022, 61, No. ¢202115619.

https://doi.org/10.1021/jacs.3c00554
J. Am. Chem. Soc. XXXX, XXX, XXX—XXX


https://orcid.org/0000-0003-2246-4466
mailto:graham.newton@nottingham.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Darren+A.+Walsh"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-3691-6734
https://orcid.org/0000-0003-3691-6734
mailto:darren.walsh@nottingham.ac.uk
mailto:darren.walsh@nottingham.ac.uk
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jack+W.+Jordan"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-4480-9974
https://orcid.org/0000-0002-4480-9974
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Beth+Mortiboy"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Andrei+N.+Khlobystov"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-7738-4098
https://orcid.org/0000-0001-7738-4098
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Lee+R.+Johnson"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-1789-814X
https://orcid.org/0000-0002-1789-814X
https://pubs.acs.org/doi/10.1021/jacs.3c00554?ref=pdf
https://doi.org/10.1126/science.abd7687
https://doi.org/10.1126/science.abd7687
https://doi.org/10.1126/science.abd7687
https://doi.org/10.1063/1.5134466
https://doi.org/10.1063/1.5134466
https://doi.org/10.1039/C9CP06608J
https://doi.org/10.1039/C9CP06608J
https://doi.org/10.1039/C9CP06608J
https://doi.org/10.1039/D0SE00175A
https://doi.org/10.1039/D0SE00175A
https://doi.org/10.1039/D0SE00175A
https://doi.org/10.1021/acsaem.9b01184?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.9b01184?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.9b01184?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/ncomms3397
https://doi.org/10.1038/ncomms3397
https://doi.org/10.1063/5.0038662
https://doi.org/10.1063/5.0038662
https://doi.org/10.1063/5.0038662
https://doi.org/10.1038/nature14015
https://doi.org/10.1039/D2TA01737G
https://doi.org/10.1039/D2TA01737G
https://doi.org/10.1038/s41467-019-12314-2
https://doi.org/10.1038/s41467-019-12314-2
https://doi.org/10.1038/s41467-019-12314-2
https://doi.org/10.1021/jacs.7b10853?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.7b10853?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1126/science.aac9726
https://doi.org/10.1016/j.jechem.2020.11.025
https://doi.org/10.1016/j.jechem.2020.11.025
https://doi.org/10.1016/j.jechem.2020.11.025
https://doi.org/10.1038/s41565-017-0051-5
https://doi.org/10.1038/s41565-017-0051-5
https://doi.org/10.1002/adma.19940061204
https://doi.org/10.1002/adma.19940061204
https://doi.org/10.1038/s41563-021-01066-4
https://doi.org/10.1038/s41563-021-01066-4
https://doi.org/10.1038/s41563-021-01066-4
https://doi.org/10.1021/acs.chemrev.0c00170?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.0c00170?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.elecom.2005.08.020
https://doi.org/10.1021/ac060396i?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ac060396i?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C6CP01103A
https://doi.org/10.1039/C6CP01103A
https://doi.org/10.1021/ja513009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja513009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja513009v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202115619
https://doi.org/10.1002/anie.202115619
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.3c00554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

Journal of the American Chemical Society

pubs.acs.org/JACS

(23) Shimoda, H.; Gao, B,; Tang, X. P.; Kleinhammes, A.; Fleming,
L.; Wy, Y,; Zhou, O. Lithium Intercalation into Opened Single-Wall
Carbon Nanotubes: Storage Capacity and Electronic Properties. Phys.
Rev. Lett. 2001, 88, No. 015502.

(24) Korsun, O. M,; Kalugin, O. N.; Prezhdo, O. V. Electronic
Properties of Carbon Nanotubes Intercalated with Li* and Mg™*:
Effects of Ion Charge and Ion Solvation. J. Phys. Chem. C 2016, 120,
26514—26521.

(25) Zheng, B.; Dong, H.; Zhu, J.; Wang, Y. Molecular Dynamics
Study of Lithium Intercalation into —OH Functionalized Carbon
Nanotube Bundle. Sci. Rep. 2022, 12, 9847.

(26) Yadav, A; Wehrhold, M.; Neubert, T. J; Iost, R. M,
Balasubramanian, K. Fast Electron Transfer Kinetics at an Isolated
Graphene Edge Nanoelectrode with and without Nanoparticles:
Implications for Sensing Electroactive Species. ACS Appl. Nano Mater.
2020, 3, 11725—11738S.

(27) Jordan, J. W.; Townsend, W. J. V.; Johnson, L. R.; Walsh, D. A.;
Newton, G. N.; Khlobystov, A. N. Electrochemistry of Redox-Active
Molecules Confined within Narrow Carbon Nanotubes. Chem. Soc.
Rev. 2021, 50, 10895—10916.

(28) Khlobystov, A. N.; Britz, D. A; Briggs, G. A. D. Molecules in
Carbon Nanotubes. Acc. Chem. Res. 20085, 38, 901—909.

(29) Eliseev, A. A,; Yashina, L. V. Brzhezinskaya, M. M,;
Chernysheva, M. V.; Kharlamova, M. V.; Verbitsky, N. I.; Lukashin,
A.V; Kiselev, N. A.; Kumskov, A. S.; Zakalyuhin, R. M.; Hutchison, J.
L.; Freitag, B.; Vinogradov, A. S. Structure and Electronic Properties
of AgX (X=Cl, Br, I)-Intercalated Single-Walled Carbon Nanotubes.
Carbon 2010, 48, 2708—2721.

(30) Kharlamova, M. V.; Sauer, M.; Saito, T.; Sato, Y.; Suenaga, K
Pichler, T.; Shiozawa, H. Doping of Single-Walled Carbon Nanotubes
Controlled via Chemical Transformation of Encapsulated Nickel-
ocene. Nanoscale 20185, 7, 1383—1391.

(31) Kharlamova, M. V. Advances in Tailoring the Electronic
Properties of Single-Walled Carbon Nanotubes. Prog. Mater. Sci.
2016, 77, 125-211.

(32) Miners, S. A; Rance, G. A; Khlobystov, A. N. Chemical
Reactions Confined within Carbon Nanotubes. Chem. Soc. Rev. 2016,
45, 4727—-4746.

(33) Gumerova, N. L; Rompel, A. Synthesis, Structures and
Applications of Electron-Rich Polyoxometalates. Nat. Rev. Chem.
2018, 2, No. 0112.

(34) Cameron, J. M.; Holc, C.; Kibler, A. J.; Peake, C. L.; Walsh, D.
A.; Newton, G. N,; Johnson, L. R. Molecular Redox Species for Next-
Generation Batteries. Chem. Soc. Rev. 2021, 50, 5863—5883.

(35) Peake, C. L.; Kibler, A. J.; Newton, G. N.; Walsh, D. A.
Organic—Inorganic Hybrid Polyoxotungstates As Configurable
Charge Carriers for High Energy Redox Flow Batteries. ACS Appl.
Energy Mater. 2021, 4, 8765—8773.

(36) Anjass; Lowe, G. A.; Streb, C. Molecular Vanadium Oxides for
Energy Conversion and Energy Storage: Current Trends and
Emerging Opportunities. Angew. Chem., Int. Ed. 2021, 60, 7522—
7532.

(37) Jordan, J. W.; Chernov, A. L; Rance, G. A.; Stephen Davies, E.;
Lanterna, A. E.; Alves Fernandes, J.; Griineis, A.; Ramasse, Q.;
Newton, G. N.; Khlobystov, A. N. Host—Guest Chemistry in Boron
Nitride Nanotubes: Interactions with Polyoxometalates and Mecha-
nism of Encapsulation. J. Am. Chem. Soc. 2023, 145, 1206—1215.

(38) Jordan, J. W.; Lowe, G. A.; McSweeney, R. L.; Stoppiello, C. T.;
Lodge, R. W.; Skowron, S. T.; Biskupek, J.; Rance, G. A,; Kaiser, U,;
Walsh, D. A.; Newton, G. N.; Khlobystov, A. N. Host—Guest Hybrid
Redox Materials Self-Assembled from Polyoxometalates and Single-
Walled Carbon Nanotubes. Adv. Mater. 2019, 31, No. 1904182.

(39) Jordan, J. W,; Fung, K. L. Y.; Skowron, S. T.; Allen, C. S;
Biskupek, J.; Newton, G. N.; Kaiser, U.; Khlobystov, A. N. Single-
Molecule Imaging and Kinetic Analysis of Intermolecular Polyox-
ometalate Reactions. Chem. Sci. 2021, 12, 7377—7387.

(40) Chen, J.-J; Symes, M. D.; Cronin, L. Highly Reduced and
Protonated Aqueous Solutions of [P,Ws04,]® for on-Demand

Hydrogen Generation and Energy Storage. Nat. Chem. 2018, 10,
1042—1047.

(41) Chen, J.-J; Vila-Nadal, L.; Sol¢-Daura, A; Chisholm, G.;
Minato, T.; Busche, C.; Zhao, T.; Kandasamy, B.; Ganin, A. Y.; Smith,
R. M,; Colliard, I; Carbg, J. J.; Poblet, J. M.; Nyman, M.; Cronin, L.
Effective Storage of Electrons in Water by the Formation of Highly
Reduced Polyoxometalate Clusters. J. Am. Chem. Soc. 2022, 144,
8951—8960.

(42) Sebastian, F. L.; Zorn, N. F.; Settele, S.; Lindenthal, S.; Berger,
F. J; Bendel, C; Li, H; Flavel, B. S; Zaumseil, J. Absolute
Quantification of sp® Defects in Semiconducting Single-Wall Carbon
Nanotubes by Raman Spectroscopy. J. Phys. Chem. Lett. 2022, 13,
3542—-3548.

(43) Fan, Y,; Goldsmith, B. R; Collins, P. G. Identifying and
Counting Point Defects in Carbon Nanotubes. Nat. Mater. 2005, 4,
906—911.

(44) Wiberg, K. B. The Deuterium Isotope Effect. Chem. Rev. 1955,
SS, 713—743.

(45) Laviron, E. General Expression of the Linear Potential Sweep
Voltammogram in the Case of Diffusionless Electrochemical Systems.
J. Electroanal. Chem. Interfacial Electrochem. 1979, 101, 19-28.

(46) Rinfray, C.; Izzet, G.; Pinson, J.; Gam Derouich, S.; Ganem, J.-
J; Combellas, C.; Kanoufi, F.; Proust, A. Electrografting of
Diazonium-Functionalized Polyoxometalates: Synthesis, Immobilisa-
tion and Electron-Transfer Characterisation from Glassy Carbon.
Chem. — Eur. ]. 2013, 19, 13838—13846.

(47) Rinfray, C.; Brasiliense, V.; Izzet, G.; Volatron, F.; Alves, S.;
Combellas, C.; Kanoufi, F.; Proust, A. Electron Transfer to a
Phosphomolybdate Monolayer on Glassy Carbon: Ambivalent Effect
of Protonation. Inorg. Chem. 2016, 55, 6929—6937.

(48) Hanna, C. M.; Sanborn, C. D.; Ardo, S.; Yang, J. Y. Interfacial
Electron Transfer of Ferrocene Immobilized onto Indium Tin Oxide
through Covalent and Noncovalent Interactions. ACS Appl. Mater.
Interfaces 2018, 10, 13211—13217.

(49) Forster, R. J. Heterogeneous Kinetics of Metal- and Ligand-
Based Redox Reactions within Adsorbed Monolayers. Inorg. Chem.
1996, 35, 3394—3403.

(50) Smalley, J. F.; Sachs, S. B.; Chidsey, C. E. D.; Dudek, S. P;
Sikes, H. D.; Creager, S. E.; Yu, C. J.; Feldberg, S. W.; Newton, M. D.
Interfacial Electron-Transfer Kinetics of Ferrocene through Oligo-
phenyleneethynylene Bridges Attached to Gold Electrodes as
Constituents of Self-Assembled Monolayers: Observation of a
Nonmonotonic Distance Dependence. J. Am. Chem. Soc. 2004, 126,
14620—14630.

(51) Graham, C. R.; Finke, R. G. The Classic Wells—Dawson
Polyoxometalate, Ks[a-P,W O, ]-14H,0. Answering an 88 Year-Old
Question: What Is Its Preferred, Optimum Synthesis? Inorg. Chem.
2008, 47, 3679—3686.

https://doi.org/10.1021/jacs.3c00554
J. Am. Chem. Soc. XXXX, XXX, XXX—XXX


https://doi.org/10.1103/PhysRevLett.88.015502
https://doi.org/10.1103/PhysRevLett.88.015502
https://doi.org/10.1021/acs.jpcc.6b07496?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.6b07496?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.6b07496?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41598-022-13509-2
https://doi.org/10.1038/s41598-022-13509-2
https://doi.org/10.1038/s41598-022-13509-2
https://doi.org/10.1021/acsanm.0c02171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.0c02171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsanm.0c02171?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/D1CS00478F
https://doi.org/10.1039/D1CS00478F
https://doi.org/10.1021/ar040287v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ar040287v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.carbon.2010.02.037
https://doi.org/10.1016/j.carbon.2010.02.037
https://doi.org/10.1039/C4NR05586A
https://doi.org/10.1039/C4NR05586A
https://doi.org/10.1039/C4NR05586A
https://doi.org/10.1016/j.pmatsci.2015.09.001
https://doi.org/10.1016/j.pmatsci.2015.09.001
https://doi.org/10.1039/C6CS00090H
https://doi.org/10.1039/C6CS00090H
https://doi.org/10.1038/s41570-018-0112
https://doi.org/10.1038/s41570-018-0112
https://doi.org/10.1039/D0CS01507E
https://doi.org/10.1039/D0CS01507E
https://doi.org/10.1021/acsaem.1c00800?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.1c00800?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/anie.202010577
https://doi.org/10.1002/anie.202010577
https://doi.org/10.1002/anie.202010577
https://doi.org/10.1021/jacs.2c10961?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.2c10961?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.2c10961?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/adma.201904182
https://doi.org/10.1002/adma.201904182
https://doi.org/10.1002/adma.201904182
https://doi.org/10.1039/D1SC01874D
https://doi.org/10.1039/D1SC01874D
https://doi.org/10.1039/D1SC01874D
https://doi.org/10.1038/s41557-018-0109-5
https://doi.org/10.1038/s41557-018-0109-5
https://doi.org/10.1038/s41557-018-0109-5
https://doi.org/10.1021/jacs.1c10584?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jacs.1c10584?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.2c00758?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.2c00758?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.2c00758?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/nmat1516
https://doi.org/10.1038/nmat1516
https://doi.org/10.1021/cr50004a004?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/S0022-0728(79)80075-3
https://doi.org/10.1016/S0022-0728(79)80075-3
https://doi.org/10.1002/chem.201302304
https://doi.org/10.1002/chem.201302304
https://doi.org/10.1002/chem.201302304
https://doi.org/10.1021/acs.inorgchem.6b00485?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.6b00485?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.6b00485?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b01219?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b01219?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsami.8b01219?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic951343e?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic951343e?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja047458b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja047458b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja047458b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja047458b?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic702295y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic702295y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ic702295y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/JACS?ref=pdf
https://doi.org/10.1021/jacs.3c00554?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

