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ABSTRACT: We report the redox activity of quinone materials,
in the presence of ionic liquids, with the ability to bind reversibly
to CO2. The reduction potential at which 1,4-naphthoquinone
transforms to the quinone dianion depends on the strength of the
hydrogen-bonding characteristics of the ionic liquid solvent; under
CO2, this transformation occurs at much lower potentials than in a
CO2-inert environment. In the absence of CO2, two consecutive
reduction steps are required to form first the radical anion and
then the dianion, but with the quinones considered here, a single
two-electron wave reduction with simultaneous binding of CO2
occurs. In particular, the 1,4-napthoquinone and 1-ethyl-3-
methylimidazolium tricyanomethanide, [emim][tcm], system
reported here shows a higher quinone solubility (0.6 and 1.9
mol·L−1 at 22 and 60 °C, respectively) compared to other ionic liquids and most common solvents. The high polarity determined
through the Kamlet−Taft parameters for [emim][tcm] explains the measured solubility of quinone. The achieved high quinone
solubility enables effective CO2 separation from the dilute gas mixture that is contact with the cathode by overcoming back-
diffusive transport of CO2 from the anodic side.

KEYWORDS: CO2 capture, Electrochemical separation, Electrochemistry, Quinone, Ionic liquid, Tricyanomethanide, Solvachromatism,
Polarity

■ INTRODUCTION

The development of new materials and technologies for the
reduction of CO2 emissions from industrial sources remains a
significant task if the adverse effects of these emissions on
global climate patterns are to be mitigated. To this end, three
strategies are being explored: (i) use of renewable energy
sources and fuels that are less carbon-rich than the currently
favored fossil fuels,1 (ii) capture and storage of CO2,

2,3 and (iii)
conversion of CO2 to other useful commodities4,5 such as
cyclic-carbonates,6 low-density polyethylene,7 methanol, and
formic acid.1 In this context, electrochemical methods present a
viable means for separating and transforming CO2 because they
can be operated under relatively mild conditions (20−60 °C)
and can be implemented readily as a direct add-on, drop-in
technology. Recent studies on the electrochemical trans-
formation of CO2 to other chemicals and fuels utilized ionic
liquids as the reaction media to avoid the use of harsh solvents,
catalysts, and supporting electrolytes.4,6−10 Such ionic liquids
(ILs) have been found to be convenient electrolytes in the
electrodeposition of metals, and in batteries and other
electrochemical devices, they exhibit negligible volatility, strong
electrochemical stability, nonflammability, and a wide liquidus
range,11−13 all of which are desirable properties for CO2

handling in separations and conversion operations.

In this work, we explore the electrocarboxylation of quinones
in ionic liquids for potential applications in the separation of
CO2 from gas mixtures. Quinones are redox-active molecules
that have a significantly higher binding affinity for CO2 in their
reduced form than in their neutral state.14−16 Although the
redox behavior of quinones has been studied for many decades
because of their importance in chemistry and biological
systems,17−22 very few studies on their electrochemical
properties in ionic liquids have been reported. Specifically, in
the presence of CO2, no detailed studies are present. A
particularly interesting class of ILs, first reported by MacFarlane
et al.,23 are those containing tricyanomethanide; although they
have smaller electrochemical windows compared to most ILs,
they have impressively low viscosities (e.g., ∼20 cP at room
temperature), which facilitate increased mobility for electro-
active species. Data on these ILs are scarce, however, and their
potential as electrolytes has not been fully explored.
Carboxylation of quinones in ILs could have significant

implications for CO2 capture applications. Traditional temper-
ature-swing processes for CO2 capture that utilize aqueous
amine absorbents are energy intensive, and it has been
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suggested that electrochemical separation methods (ESMs) can
provide efficient CO2 separation from dilute gas mixtures, e.g.,
postcombustion flue gas or atmospheric gas.14 The application
of ESM can be extended to the reduction of CO2 levels in
confined quarters such as in submarines and spacecraft. ESM
operates under benign operating conditions without either the
need for intrusive integration within existing power plants or
the requirement for a hot steam supply. The basic principles of
one possible ESM operation are illustrated in Figure 1.

In a typical electrochemical cell under consideration for gas
treatment, the quinone molecule is reduced at the cathode and
binds with CO2 according to the overall reaction shown in
Figure 1. This quinone−CO2 complex is then transported by
diffusion or convection from the cathode to the anode where
upon oxidation the quinone complex releases the CO2. This
facilitated transport of CO2 occurs between the CO2-lean and
CO2-rich streams at the cathodic and anodic interfaces,
respectively. The strength of the quinone−CO2 affinity
depends on the structure of the quinone; some quinones,
such as chlorinated anthraquinone and benzoquinone with
electron-withdrawing substituents, have weaker complexation
with CO2 than do their unfunctionalized forms or those with
electron-donating substituents, such as ether and methyl
derivatives.24 The switchable CO2 binding is controlled by
modulation of the electrode potential. The total CO2 carrying
capacity of quinones is limited by the saturation solubility of the
quinone in the solvent, the applied electrode potentials, and the
electrode surface areas. Kinetic parameters such as the diffusion
coefficients of the complexed and uncomplexed quinone
species are dictated by the quinone size and the electrolyte,
whereas design considerations ultimately affect the dynamic
carrying capacity or diffusional flux. Much attention has been
paid to the use of organic solvents, but even under the best of
conditions, quinones with short-chain substituents1 have
insufficient solubilities in these solvents (e.g., solubility = 0.33
M for p-benzoquinone in dichloromethane,9 0.48 M for 1,4-
naphthoquinone (1,4-NQ) in toluene2). Moreover, evaporative
solvent losses and consequent drying of the electrodes reduces
the utility of such operations in large-scale applications. Many
of these issues could be alleviated if suitable ionic liquids, which
characteristically have negligible vapor pressures (no evapo-
rative losses), could be identified that have sufficiently high
quinone solubility and reasonable transport properties.
In this study, we report on the properties of ILs as solvents

for quinones and, in particular, on their effect on the
electrochemical reduction of quinones in the presence and

absence of CO2. The complexation of the reduced quinones
with CO2 facilitates the separation of this dilute greenhouse gas
from gas mixtures, whereas the use of ILs avoids the solvent
evaporation issues at the electrode surfaces associated with
conventional organic solvents. The solvation of quinones
depends on the structure and polarity of the ILs in which
they are dissolved. We have examined the solubility of selected
quinones in different ILs and investigated their redox properties
both under inert conditions and when challenged with CO2.
The stability of the quinones under oxygen and in the presence
of water, both of which may also be present in the gas mixtures
to be treated, was also evaluated. Finally, the transport
properties of the quinones in ILs were determined and used
to assess the feasible operating regimes of pressure and cell
design for the electrochemical separation of CO2 from feed gas
mixtures.
The reduction of quinones in electrolytes based on molecular

solvents is well-described by a two-step mechanism in which a
radical anion forms in the first step and the dianion on the
second reduction step:20,25

+ ↔− •−
Q e Q (1)

+ ↔• − −−
Q e Q2 (2)

The potentials at which these reductions occur and the
corresponding kinetics of the electron transfer processes
depend on the structure of the quinone17,19,20,26 and its
interaction with the electrolyte solvent.18,22,25,27 In these
systems, the supporting electrolyte participates in ion-pairing
with the reduced quinones, whereas the polarity of the solvent
affects the solvation energies.17,26,27 In dry, neutral, aprotic
media, the two reductions are generally separated by about 0.7
V.25 Protonation in acidic media and the consequent hydrogen-
bonding shift the second reduction to more positive
potentials.18,25 Because of their varying degrees of ionicity,28,29

ILs, which act as both the electrolyte and the solvent, can have
more a specific influence on the quinone reduction than do
more conventional solvents.30 A few studies have reported
quinone reduction in imidazolium-based ILs in the solution
phase30−32 and when bound to the electrode surface.33 In these
studies, in order to eliminate the complications associated with
metal speciation when using metal-based redox agents,
quinones were selected as model redox probes for the
evaluation of the IL properties as electrolytes. Quinone
reduction in ionic liquids in the presence of CO2 has not
been explored to any great extent in earlier reports.
CO2 separation from a dilute gas mixture using 2,6-di-tert-

butyl-1,4-benzoquinone (DTBQ) in 1-butyl-3-methylimidazo-
lium hexafluorophosphate ([bmim][PF6]) has been demon-
strated in a batch-type electrochemical pumping cell.34 The
reported system successfully illustrates the unique concept of
concentrating CO2 by a redox-active quinone carrier, as
originally proposed by Dubois et al.15 No detailed study of
the actual redox mechanism in the presence of CO2 was made,
however, and the system performance was limited by the
solubility of the quinone in the IL, which was too low for
practical applications, and yielded poor separation efficiencies.
It was also reported that the reduced quinone used in that study
was sensitive to oxygen, the observation of which points to the
importance of the potential at which the quinone is reduced
and its stability under oxygen to ensure the robustness of a
CO2−ESM process on the basis of these principles. We have,
therefore, studied the evaluation criteria for the selection of

Figure 1. Schematics of an electrochemical CO2-separation cell
utilizing a quinone (Q) redox-active carrier and ionic liquid electrolyte.
Electrodes are permeable porous membranes.
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redox-active CO2 carriers such as quinones for electrochemical
CO2 separation and for the IL solvents/electrolytes for these
quinones.

■ EXPERIMENTAL METHODS
Cyclic Voltammetry. Cyclic voltammetry (CV) experiments were

performed with a VersaSTAT 3 and 4 potentiostat from Princeton
Applied Research. For the electrochemical stability of ILs and the
quinone reduction in ILs, a two-electrode system was used in a T-cell
as described in the literature.35 Ag wire was the counter electrode with
an 11 μm diameter glassy-carbon working microelectrode. Alter-
natively, a 10 μm Pt electrode was also used. All of the electrodes were
purchased from BASi (Bioanalytical Systems, Inc.). Ferrocene was
used as the internal standard, and all of the potentials in the
manuscript were standardized by setting the observed half-cell
potential for Fc|Fc+ to 0 V, unless noted otherwise. Approximately
23 μL of sample was used in the T-cell. The environment in the T-cell
was controlled by a constant flow of dry argon (99.999%), CO2
(99,99%), 15% CO2 balanced with air, or 50% O2 balanced with Argon
as required; all gases were obtained from Airgas.
The hydrogen-bonding affinity between quinones and ILs was

studied with a three-electrode system, which consisted of a glassy-

carbon working electrode with a 3 mm of diameter, a Ag|AgCl
reference electrode, and a Ag wire as the counter electrode. A 5 mL
aliquot of sample was used in this macroelectrode system. The
electrolyte consisted of dimethyl sulfoxide (DMSO) with 0.1 M
tetrabutylammonium perchlorate (TBAP) as the supporting electro-
lyte and 1 mM ferrocene as the internal standard. Quinone (5 mM)
was dissolved in this electrolyte. The ionic liquid was then introduced
to yield concentrations ranging from 1 to 10 mM. Cyclic voltammo-
grams were measured at a 100 mV·s−1 scan rate before and after each
addition of IL.

Solvachromatism. Approximately 3 mL of IL was placed in a
cuvette with a stir bar and sealed with a septa cap. Stock solutions of
each solvachromatic dye were prepared in dichloromethane (DCM).
For each dye, the stock solution was added dropwise to neat IL until a
maximum absorbance of ∼1 was achieved. Then, the DCM was
removed from the sample by evaporation in a heated vacuum oven (60
°C for 2 h). The UV spectra were then again collected with a Thermo
Scientific Evolution 220 UV−vis spectrometer.

The ET(30) parameter is defined as in eq 3 where the maximum
absorbance wavelength is that of Reichardt’s dye.36 Kamleft−Taft
parameters of ILs were determined as described previously in the
literature.37 Accordingly, the polarizability, π*, was determined using
N,N-diethyl-4-nitroaniline according to eq 4. Hydrogen-bond-accept-

Table 1. Electrochemical Windows and Viscosities of a Range of ILsa

aSee refs 12, 23, 35, 36, and 38−45.
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ing basicity, β, was determined using 4-nitroaniline and N,N-diethyl-4-
nitroaniline according to eq 5. Hydrogen-bond-donating acidity, α, was
determined using ET(30) and π* values as in eq 6. Phenol blue was
used as the polarity indicator when Reichardt’s dye was not suitable.

λ· =−E (30) (kcal mol ) 28591/( ) (nm)T
1

max 1 (3)

λ π= − *1/( ) 27.52 3.182max 2 (4)

λ λ β= − +1/( ) 1.035/( ) 2.80 2.64max 3 max 2 (5)

α π= − − *E0.0649 (30) 2.03 0.72T (6)

Quinone Solubility. A UV−vis spectral calibration curve was
constructed using the IL sample with known concentrations of
quinone at 22 °C (Figure S6). The samples were diluted in ethanol.
Then, a fresh sample of IL was saturated with excess quinone until a
precipitate was observed in the mixing vial. A small amount of sample
from the liquid phase was then diluted in ethanol to a known
concentration. From the UV−vis absorbance obtained for 1,4-NQ in
the sample, the solubility limit was calculated.

■ RESULTS
We have evaluated the physical and electrochemical character-
istics of a range of ILs for their suitability as solvents for
quinone species that show potential as CO2 carriers for
electrochemical separations. These ILs were screened in terms
of their viscosities, quinone solvation capabilities, and electro-
chemical windows. We further characterized the redox behavior
of selected quinones under argon and CO2 for the most
promising of these ILs, relating their reduction potentials to the
hydrogen-bonding capabilities of the ILs. The effect of oxygen
and water, both of which can be present in gas mixtures from
which CO2 is to be removed, on the redox behavior of the
quinones was also investigated.
Electrochemical Stability of ILs. The electrochemical

windows of selected ILs with imidazolium, ammonium,
pyrrolidinium, piperedinium, and sulfonium cations were
measured by CV under argon and CO2. Table 1 summarizes
the measured and literature values for the viscosities at 22 °C
and the electrochemical windows of the ILs determined on the
basis of a current cutoff criterion of 20 nA.
ILs with bis(trifluoromethylsulfonyl)imide anion are known

to be hydrophobic,46 whereas triflate47 and cynamides40,48 are
hydrophilic. Sulfonium-based ILs, in general, have low thermal
stability and viscosity41,45,49 compared to imidazolium and
phosphonium ILs. Because of the ether linkage in the
(ethoxycarbonylmethyl) dimethylsulfonium, [S11ecm], the vis-
cosity of the corresponding IL was expected to be lower than
that of an IL with triethylsulfonium, [S222]. Despite its
asymmetric structure, [S11ecm][Tf2N], however, has a signifi-

cantly higher viscosity than does [S222][Tf2N] (Table 1). The
ionic liquid with the lowest viscosity is 1-ethyl-3-methylimida-
zolium tricyanomethanide, [emim][tcm], 15 cP at 22 °C. The
measured temperature-dependent densities and viscosities for
the [S11ecm][Tf2N] and [emim][tcm] systems are presented in
Tables S1 and S2. All the ILs studied are nonreactive toward
CO2, except for imidazolium 2-cyanopyrrolide, whose structure
on reaction with CO2 is altered such that its electrochemical
stability increases.

Quinone Reduction Behavior in Ionic Liquids under
CO2. In addition to its low viscosity, [emim][tcm] has the
smallest electrochemical window among the ILs studied, with
limits of −1.55 and +1.55 V vs Fc|Fc+ (Figure S1). This narrow
window is, however, still able to accommodate the complete
redox cycle of 1,4-NQ; this quinone undergoes a two-step
reduction to form the 1,4-NQ dianion in [emim][tcm] at half-
cell potentials of −0.91 and −1.26 V vs Fc|Fc+ under argon, as
shown in Figure 2a. Under CO2, only a single wave was
observed, at a half-cell potential of −0.96 V. The reaction is
reversible as evident from the equality of anodic and cathodic
currents in the presence of CO2 (ic ≅ ia, Figure S2). This was
also true for the experiments performed with the micro-
electrode at slower scan rates, where reaction is no longer
diffusion limited. In the absence of diffusion limitations, the
forward and reverse scans overlap, and the reduction and
oxidation reactions appear as steps rather than separate peaks in
the CV.
The complete two-electron reduction of the quinone was

easier to accomplish and occurred at a lower electrode potential
in the presence of CO2 than under argon. The single reduction
wave observed under CO2 accounted for the formation of both
the semiquinone and the dianion, whereas in the absence of
CO2, two reduction steps were needed to generate the dianion.
The current intensity of the observed single wave under CO2
was much greater than that observed during the formation of
the semiquinone under argon. As evident in Figure 2b, where
the scan was restricted to not go beyond the first reduction
potential at a scan rate of 2 mV·s−1, the current intensity under
CO2 nearly doubled with respect to that under argon at the first
reduction potential. This behavior may be due to either the
ECE (electrochemical−chemical−electrochemical) mechanism
or disproportionation of the semiquinone anion. At the first

reduction potential, E1, the formed semiquinone anion (Q•−)
reacts with CO2 (1) to form the carboxylated semiquinone
anion (Q•−CO2

−). In acidic media and with solvents that form
hydrogen bonds, it is reported25 that the semiquinone anions
disproportionate to form the neutral quinone (Q) and its

Figure 2. Redox cycle of 1,4-naphthoquinone (1,4-NQ) in [emim][tcm] under argon and CO2. (a) 50 mM 1,4-NQ at 1 V·s−1 and (b) 75 mM 1,4-
NQ at 2 mV·s−1. Ferrocene (5 mM) was the internal standard with Fc|Fc+ set at 0 V. Glassy carbon working electrode, 11 μm diameter, silver wire
counter electrode.
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corresponding dianion (Q2−) in the absence of a proton donor.
The second electron transfer from the electrode occurs at E2 to
form the dianion. In this study, we observed that the
complexation of CO2 with the quinone caused the second
reduction to shift anodically; the degree to which this shift
occurred depended on the hydrogen-bonding capability of the
solvent. In the case of [emim][tcm], this anodic shift was
sufficiently large for both reductions to overlap at E1. For both
mechanisms, an additional molecule of CO2 was attached (2)
to yield the saturated carboxylated dianion ([Q−2CO2]

2−).

To probe the possible ECE reaction for the 1,4-NQ
semiquinone anion in the presence of [emim][tcm] and
CO2, the scan rate was varied between 5 and 100 mV·s−1

(Figure S3). The current intensity decreased with decreasing
scan rate as steady state was approached, with no changes in the
CV profiles. In the case of [N1114][Tf2N] under CO2, a second
reduction peak emerged when the scan rate was increased from
100 to 1 V·s−1, as seen in Figure 3.

Because of the high viscosity of [N1114][Tf2N], the diffusion
of the semiquinone anion from the electrode surface was slow
so that its concentration at the electrode surface did not change
significantly because of mass transfer. At the fast scan rates, the
second reduction potential was reached, and the dianion

formed before the chemical reaction of Q•− with CO2 was able
to occur. Thus no significant difference was observed in the
cyclic voltammograms under argon and CO2 environments.
However, at the slower scan rate of 100 mV·s−1, there was
sufficient time at the first reduction potential for reaction of the
semiquinone anion with CO2 to occur, and the enhanced
electron delocalization within the quinone facilitated the
transfer of the second electron before the second reduction
potential was reached. It is important to note that although the
first reduction potential of the quinone in [N1114][Tf2N] was
about the same as in the presence of [emim][tcm], the second
reduction was at −1.47 V under argon, more negative by 210
mV than in [emim][tcm]. This indicates that [N1114][Tf2N]
has a less of a stabilizing influence on the quinone dianion than
does [emim][tcm], which was attributed to its lack of
hydrogen-bonding capability.

Effect of H-bonding with Ionic Liquids on Quinone
Reduction Potential. The binding affinity between an IL and
1,4-NQ was determined through CV experiments where the IL
was introduced in small increments to the DMSO-based
electrolyte solution containing the quinone. The corresponding
changes in the cyclic voltammograms with the addition of
[emim][Tf2N] are shown in Figure 4a. The first reduction of
1,4-NQ in DMSO at −1.1 V remained unaffected by the
addition of the IL, whereas the second reduction potential
shifted positively upon this addition. Similar trends were
observed with 1,2-naphthoquinone (1,2-NQ, Figure 4b),
although the second reduction of 1,2-NQ was electrochemically
irreversible, as evident from the decreased intensity of the
second oxidation peak. This irreversibility was believed to be
due to the much stronger interaction of the [emim][Tf2N] with
the reduced 1,2-NQ than that with 1,4-NQ as a result of the
dipole induced by the ortho-positioned oxygens of the 1,2-NQ
dianion.
For 1,4-NQ, the strength of association with the IL was

calculated from the observed shift in the half-cell potential
(ΔE1/2) of the second reduction wave (Figure 5) according to
the Nernst equation (eq 7) derived for the IL−1,4-NQ
association (Supporting Information), represented as

Δ = − +E
RT
zF

Kln(1 [IL] )m
1/2 2 (7)

The strength of IL−1,4-NQ association is presented in terms
of the number of binding sites, m, and the binding constant, K2,
in Table 2 for the set of ILs studied.
The quinone dianion is a strong hydrogen-bond acceptor,

and the hydrogen-bond-donating ability of an IL depends

Figure 3. Reduction of 1,4-NQ (100 mM) in [N1114][Tf2N] under
argon and CO2 at 1 and 0.1 V·s−1. Ferrocene (20 mM) was the
internal standard with Fc|Fc+ set at 0 V.

Figure 4. Cyclic voltammetry of 5 mM (a) 1,4-NQ and (b) 1,2-NQ at different concentrations (0−10 mM) of [emim][Tf2N] in DMSO (0.1 M
TBAP, 1 mM Fc). 100 mV·s−1 scan rate, Ag|AgCl reference electrode, 3 mm diameter glassy-carbon working electrode, and silver-wire counter
electrode.
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significantly on its cation. As expected and seen in Table 2, the
ammonium-based IL has negligible association with 1,4-NQ
relative to that with imidazolium-based ILs. There are two
available sites (m = 2) on the imidazolium ILs to interact with
1,4-NQ dianion. When one hydrogen-bonding site on the
imidazolium cation is blocked by the methyl group on the α
carbon, (i.e., [emmim], with m = 1), the interaction of the IL
with the 1,4-NQ dianion is reduced significantly. With
increasing anion size, the H-bonding ability of the IL is
decreased owing to steric effects, as in the case of [Tf2N]. It is
reported that with increasing anion delocalization, the polar-
izability of the IL decreases.50 The [Tf2N] anion is weakly
coordinated with its cation; hence, its solvent strength is weaker
than that of [emim][tcm], as also indicated by the lower
binding constant, K2 (where m ≈ 2).
Solvatochromic Determination of Ionic Liquid Sol-

vent Strength. The solvent strength of [emim][tcm] was
determined using solvatochromic probes and is compared with
that of [emim][Tf2N] and other ILs in Table 3. Solvatochromic

probes are indicator dyes that exhibit a change in their electron
excitation energies according to the polarity of the medium.
This change can be observed in the color of the solution or,
more sensitively, in its UV−vis spectrum. The general polarity
of solvents is often determined using Reichardt’s dye 30 and is
expressed in terms of the ET(30) scale, which is a measure of
molar transition energy.36 For ILs, this scale depends mainly on
the cation.51 In acidic media, however, the absorbance band of
this dye in the visible range disappears because of protonation/
H-bonding;52 hence, it cannot be used for the determination of
the polarity of ILs under these conditions. We therefore used
phenol blue as a general IL polarity indicator. The effect of the
anion is reflected in the nonspecific interaction parameters for
the hydrogen-bond-donating acidity, α, and the hydrogen bond
accepting basicity, β. The determination of α, β, and π*,
namely, the Kamlet−Taft parameters, requires the use of
different dyes, but α can be calculated using an empirical
formula that is based on ET(30) and π*. Therefore, for
[emim][tcm], an ET(30) value of 55.2 kcal·mol−1 is assumed;
this selection was made on the basis of the value for methanol
because λmax of phenol blue is similar for both compounds. This
is a reasonable assumption because it is in the reported range of
ET(30) values for imidazolium-based ILs. Similarly, for
[N1114][Tf2N], the ET(30) value for [N1888][Tf2N] was
adopted. The ET(30) values for tetraalkylammonium-based
ILs were found to range from 43 to 51 kcal·mol−1.52

The general polarity of [emim][tcm] determined with
phenol blue dye is stronger than that of the other
imidazolium-based ILs listed in Table 3 with the exception of
the IL with the thiocyanate anion. The polarizability parameter,
π*, also indicates a high polarity for [emim][tcm]. Hydrogen-
bonding acidity, which is dependent on both ET(30) and π*, is
the highest for [emim][tcm], whereas that for [N1114][Tf2N] is
more similar to the bonding acidity of [bmmim][Tf2N].
Because of its strong solvent strength and H-bonding ability,
again [emim][tcm] is identified as the preferred IL for further
study.

Quinone Solubility and CO2 Carrying Capacity in
[emim][tcm]. The solubilities of neutral 1,4-NQ and 9,10-
phenanthraquinone (PQ) in [emim][tcm] were measured
using UV−vis spectrometry with a reproducibility of 4%. Table
4 summarizes the solubilities of 1,4-NQ and PQ in [emim]-
[tcm] at temperatures between 22 and 60 °C, from which the

Figure 5. Shift in half-cell of potential of the second reduction of 1,4-
NQ in DMSO in the presence of various ILs.

Table 2. Measured Hydrogen-Bonding Parameters for the
1,4-NQ Dianion and the Selected ILs

m K2[IL (mol·L−1)]m

[emim][Br] 2.28 ± 0.11 6.8 (±4.1) × 106

[emim][tcm] 2.07 ± 0.10 1.9 (±1.0) × 106

[emim][Tf2N] 1.87 ± 0.11 4.0 (±2.3) × 105

[emmim][Tf2N] 0.91 ± 0.05 3.4 (±0.8) × 102

[N1114][Tf2N] 0.67 ± 0.08 2.1 (±0.8) × 101

Table 3. ET(30) (kcal·mol−1), Kamlet−Taft Values, and λmax of Phenol Blue for a Range of ILs

general polarity, ET(30) polarizability, πa H-bond-donating acidity, α H-bond-accepting basicity, β phenol blue λmax

dichloromethane 41.1 0.792 0.066 −0.019 590
dichloromethane37 40.7 0.791 0.042 −0.014 588
methanol37 55.2 0.600 0.980 0.660 607
[emim][Tf2N] 53.152 1.021 0.681 0.246 596
[emim][Tf2N]

53 52.0 0.90 0.76 0.28
[emim][Tf2N]

54 52.2 0.97 0.659
[emmim][Tf2N]

55 51.8
[emim][tcm] 55.2a 1.166 0.713 0.726 610
[emim][thiocyanate] 614
[bmim][Tf2N]

37 51.5 0.984 0.617 0.243
[bmmim][Tf2N]

37 48.6 1.01 0.381 0.239
[bmim][OTf]37 52.3 1.006 0.625 0.464
[bmim][PF6]

37 52.4 1.032 0.634 0.207 598
[N1114][Tf2N] 49.1b 0.946 0.477 0.246 586

aET(30) of methanol is adapted.
bPolarity of [N1888][Tf2N]

55.
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enthalpies of dissolution were determined to be 37 and 35 kJ·
mol−1 for 1,4-NQ and PQ, respectively.
The solubility of PQ was observed to be significantly lower

than that of 1,4-NQ in [emim][tcm] because of structural steric
effects that hindered its solvation by the IL. The reported
solubility of DTBQ, which suffers from even more significant
steric constraints than does PQ, in [bmim][PF6] at 27.5 °C is
0.1 mol·L−1.34 We have also observed much lower solubility of
this specific quinone in [emim][tcm]. UV−vis analysis for
DTBQ/IL was not possible because a quantifiable signature
peak could not be identified. Reported values for ET(30) for
[bmim][PF6] range from 49 to 52.6 kcal·mol−1.52 The general
polarity scale for [bmim][PF6] is similar to that for [emim]-
[tcm] and for other imidazolium-based ILs, although the
Kamlet−Taft values are lower than those for [emim][tcm]. It is
clear that 1,4-NQ in solution is stabilized by [emim][tcm]
through H-bonding, which enables this quinone to be dissolved
at high concentrations in the IL, an essential need for a practical
ESM process. With increasing quinone concentration, the
current intensity in the CV experiments increased proportion-
ally as seen in Figure 6a. Similarly, when there was little CO2 in
the gas under which the experiments were performed, the
current density decreased. Indeed, with 15% CO2 in air, the
second reduction peak registered because there was insufficient
CO2 dissolved in the IL available to react with all of the reduced
quinone. Figure 6b illustrates the CV of 1,4-NQ in [emim]-
[tcm] under argon and 15 and 100% CO2.
Electrochemical Stability of ILs under Oxygen. The

reduction of O2 is a complex process that is dependent on the
solvent acidity, the type of electrode, and the presence of other
impurities.56,57 It is possible that superoxide formation takes
place at potentials where quinone reduction occurs. Therefore,
with a high concentration of quinones present in the IL, the
effect of oxygen reduction is unlikely to be observed cleanly in
the CV experiments. We did not observe any increase or
decrease in the redox currents over 10 repeated cycles within
the quinone reduction region after the sample was equilibrated
with a 15% CO2 in air mixture (Figure S4). This repeatability is
again evidence that the reaction is both electrically and
chemically reversible under these conditions. It is important

to recognize that the oxygen solubility is dramatically lower
than that of CO2 in ILs and comparable or lower to that in
organic solvents.58,59 For instance, Brennecke and co-workers58

reported a Henry’s law constant of 3700 bar for O2 in
comparison to 25 bar for CO2 at 10 °C for [bmim][Tf2N].
Therefore, it is possible that there was no appreciable amount
of O2 dissolved in [emim][tcm].
To increase the amount of dissolved O2 in the IL, the sample

was saturated with pure oxygen prior to the CV experiments
(five cycles, Figure S5). No significant differences were
observed between the reduction behavior under O2 and that
under Ar. Because the relatively short O2 saturation (∼2 h) and
cycle times may have precluded the presence of sufficient
oxygen to cause a detectable effect, we tested an old sample of
1,4-NQ in [emim][tcm] that was kept in a closed vial for
several weeks. This old sample appeared much darker than the
fresh solutions and showed a significantly reduced current
intensity under O2 (Figure S5). This degradation may have
been the result of many factors, including not only the possible
instability of the quinone but also absorption of water over a
long period of time. Therefore, more investigation is needed in
the degradation patterns of quinone in the presence of oxygen,
which we leave to a future study.

Effect of Water on Quinone Reduction in [emim]-
[tcm]. Not only oxygen but also water can be present in a CO2-
containing gas mixture. Water is a common impurity in ILs and
has a negative effect on their electrochemical window: with 10
vol % water, the electrochemical window of [emim][tcm]
narrows by 290 mV. Beyond about 10 vol %, the solubility limit
of water in the IL may be exceeded, and an inhomogeneous
mixture of polar and nonpolar pockets in the sample may result.
It is reported that dicyanamide ILs are more hygroscopic than,
for example, those with [Tf2N], but tricyanomethanide ILs are
not as hygroscopic.23 The 1,4-NQ reduction process was
observed to be stable in up to 5 vol % water, as seen in Figure 7.
The increased current intensity is due to the decrease in
viscosity (Table S2) upon the addition of water.

Diffusivity of Quinone in [emim][tcm]. In addition to
the quinone solubility and its reduction potential, the diffusivity
of the quinone−CO2 dianion is an important parameter
affecting the efficiency of an ESM process that utilizes such
redox carriers. The diffusivity (D, in m2·s−1) of Fc and 1,4-NQ
in [emim][tcm] was determined from the steady-state current
intensity, iss, through the equation7

=i zFr DC4ss d (8)

where z is the number of electrons, F is Faraday’s constant
(96 485 C·mol−1), rd (m) is the radius of the electrode, and C is

Table 4. Measured Quinone Solubilities in [emim][tcm] at
Selected Temperatures

Quinone solubility (mol·L−1)

22 °C 40 °C 50 °C 60 °C

1,4-naphthoquinone 0.56 0.97 1.34 1.91
9,10-phenanthraquinone 0.17 0.29 0.36 0.54

Figure 6. (a) Increasing current intensity with respect to quinone concentration in [emim][tcm] under CO2. (b) Reduction of 1,4-NQ (100 mM) in
[emim][tcm] under argon, 15% CO2 (balanced with air), and 100% CO2 at a scan rate of 100 mV·s−1.
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the bulk concentration of the parent species (mol·L−1). To
ensure operation in the steady-state operating range the
following condition should be fulfilled:7

=
ϑ

≪p
Fr
RTD

1d
2

(9)

where R is the gas constant (8.314 J·K−1·mol−1), T is the
temperature (K), and ϑ is the scan rate (V·s−1). Accordingly, at
293 K with rd = 5 μm and an assumed D = 6.9 × 10−11 m2·s−1,
the scan rate should be much lower than 50 mV·s−1. In the
ionic liquid medium, which is often viscous, true steady-state
operation is difficult to attain. The diffusion coefficients given in
Table 5 were determined with a scan rate of 2 mV·s−1, with a

corresponding p value of 0.18, which suggests that the process
was not at true steady state. Therefore, the obtained diffusivities
at 2 mV·s−1 scan rate should be taken as approximate values.
In addition, chronoamperometry was performed with the

following sequence: (i) 0 V for 20 s, (ii) −0.60 V for 30 s, (iii)
−1.95 V for 30 s, and (iv) 0 V for 10 s with a step time of 0.01 s
under argon. Note that these potentials are with respect to an
Ag reference using a glassy-carbon microelectrode. With respect
to the Fc|Fc+ internal reference, these voltages at steps ii and iii
are −0.15 and −1.5 V, respectively, and occur right after the
first and second reductions, respectively (Figure 2). The
chronoamperometric transient is shown in Figure 8.
The current response at −0.6 V was analyzed using the

method of Shoup and Zsabo60 where the time-dependent
current was defined through the following expression:

τ= −i zFDCr f4 ( )d (10)

τ τ τ= + + −− −f ( ) 0.7854 0.8863 0.2146 exp( 0.7823 )0.5 0.5

(11)

τ = Dt r4 / d
2

(12)

The estimated diffusion coefficient, 6.5 × 10−11 m2·s−1 at 22
°C, of the neutral quinone using eqs 10−12 is in good
agreement with the previously determined diffusivity using eq
8, as seen in Table 5. From the chronoamperometric transients,

it is seen that current intensities level off at around 15 nA for
both the anion and the dianion. This current yields a diffusion
coefficient of about 3.3 × 10−11 m2·s−1 on the basis of eq 8 with
the concentration of the neutral quinone assumed to be bulk
quinone concentration, although the exact concentration of the
reduced species was not known in this case. Although the final
currents were similar, the elapsed time to reach steady-state
current for the dianion was longer. The initial slow response of
the dianion can be attributed to its stronger interaction with the
IL. Therefore, it is anticipated that the quinone−CO2 dianion
would also have a diffusion coefficient smaller than that of the
neutral quinone. Such differences between the neutral and
reduced 1,4-benzoquinone (BQ) were reported previously by
Compton et al.61 Our measurement of the 1,4-NQ diffusion
coefficient is in good agreement with that of BQ in
[emim][Tf2N], 4.62 × 10−11 m2·s−1, when the much lower
viscosity of [emim][tcm] is taken into account. (See Table 1.)
The reported diffusion coefficients for the reduced forms of BQ
in [emim][Tf2N] are 1.82 and 1.55 × 10−11 m2·s−1 for the
semiquinone anion and the dianion, respectively.61 In [emim]-
[Tf2N], the ferrocene diffusion coefficient has reported values
ranging between 3.35 × 10−1162 and 6.6 × 10−11 m2·s−1,63

depending on the exact experimental conditions (e.g., vacuum
versus argon atmosphere). An estimation of the diffusion
coefficient for 1,4-NQ in the presence of CO2 was not possible
because of the overlap of potentials, as seen in Figure 2.

An Evaluation of 1,4-NQ−[emim][tcm] System for
Electrochemical CO2 Separation. Two major overpotentials
are required to operate the ESM process effectively with ionic
liquids: one to overcome ohmic losses caused by conduction
limitations of the ionic liquid (the ohmic overpotential) and the
other to compensate for mass transfer limitations as a result of
the high viscosity of the solution (the concentration over-

Figure 7. Effect of water on CV of 1,4-NQ (50 mM) with 5 mM Fc in [emim][tcm] under (a) argon and (b) CO2.

Table 5. Measured Diffusion Coefficients and Initial
Concentrations at 22 °C

D (m2·s−1) C (mol·L−1)

ferrocene 7.8 × 10−11 0.01
1,4-naphthoquinone 6.9 × 10−11 0.1

6.5 × 10−11a 0.1
aDetermined by fitting the chronoamperometric response of the first
reduction (step ii) to eqs 10−12.

Figure 8. Chronoamperometric response of 100 mM 1,4-NQ in
[emim][tcm] under argon, with an 11 μm diameter glassy-carbon
electrode. The segments correspond to 0, −0.6, −0.95, and 0 V vs Ag
on the glassy-carbon electrode with silver wire as the counter
electrode. Time step is 0.01 s.
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potential). The activation overpotential is ignored because
there is no deposition on the electrode surface. The ohmic
overpotential is dependent on the geometry of the electrodes
and the cell setup, whereas the concentration overpotentials can
be minimized by agitation and by increasing the bulk
concentration of the quinone. It is crucial that the IL be able
to solvate sufficient quantities of the quinone to enable efficient
reactive capture of CO2 from the feed gases, but it should not
allow for a high physical solubility of CO2 because this would
be detrimental to the separation efficiency. These requirements
are due to the transport of CO2 from the cathode to the anode,
which is determined by the concentrations of the reduced
quinone−CO2 adduct at each electrode (high at the cathode,
low at the anode) and is counteracted by the diffusion in the
opposite direction resulting from the concentration gradient in
the physically dissolved CO2 that is in equilibrium with the gas
at each electrode (low partial pressure at the cathode in contact
with the feed gas and high partial pressure at the anode in
contact with the CO2-rich gas product stream). Fick’s law can
be used to describe the flux of the 1,4-NQ−CO2 adduct
(JQ(CO2)2

−2), which is related directly to the flux of the neutral

quinone (JQ) via

= − ≈−J J D
L

[Q]
Q(CO ) Q Q

0

2 2
2

(13)

and that of molecular CO2 itself (JCO2
) through

= −
−

J D
L

[CO ] [CO ]
CO CO

2 anode 2 cathode
2 2 (14)

where [Q]0 is the total bulk concentration of 1,4-NQ,
irrespective of oxidation state, and L is the distance between
the electrodes. (See Supporting Information for the data and
calculations.) It is implicitly assumed here that the reduction
and oxidation of the quinone species (and the simultaneous
complexation and decomplexation reactions with CO2) at the
cathode and anode, respectively, are instantaneous and that the
diffusion coefficients for the oxidized and reduced quinones
have the same values. For unidirectional diffusion, the flux of
CO2 from the cathode to the anode caused by the
electrochemical process is twice that of the 1,4-NQ−CO2

dianion (JQ(CO2)2
−2) because 1 mol of quinone carries 2 mol of

CO2. The flux of molecular CO2 across the cell (JCO2
), caused

by the concentration gradient of dissolved CO2, is given by eq
14, and thus the total flux of CO2 across the cell is

= +

= − −

− −J J J

D D L

2

[2 [Q] ([CO ] [CO ] )]/

CO total Q(CO ) CO

Q
0

CO 2 anode 2 cathode

2 2 2
2

2

2

(15)

For a net separation of CO2 from a gas mixture containing
15% CO2, the minimum required initial quinone concentration,
[Q]0, is dictated by the need for the ratio of these fluxes to
exceed unity, i.e., for 2(JQ(CO2)2

−2)/JCO2
> 1. In terms of the

partial pressures, P, of CO2 on either side of the cell, then we
require that

>
−⎜ ⎟⎛

⎝
⎞
⎠

D

HD
P P

L
[Q]

1
2

0 CO

Q

anode cathode2

(16)

where H is the Henry’s law constant, defined by P = H[CO2].
This relation is demonstrated in Figure 9a. At 60 °C, the
minimum required concentration of quinone is roughly 200
mM to enable a net flux of CO2 from the cathode to the anode
to be achieved. From another perspective, it can be said that as
the CO2 solubility increases (H decreases) the quinone
requirement in the solvent phase increases, as illustrated in
Figure 9b. Such a high concentration of quinone with respect to
CO2 is achievable in ILs, specifically [emim][tcm], but not in
conventional solvents normally studied for electrochemical
separations.
The solubility of CO2 in [emim][tcm] was estimated by

thermal gravimetric analysis (TGA) between the temperatures
of 22 and 60 °C. (See Supporting Information for details.) The
Henry’s law constant at 22 °C is 51 bar with a solution enthalpy
of −17 kJ·mol−1. Under atmospheric pressure of CO2, these
values correspond to solubilities of 74 and 5 mM in
[emim][tcm] at 22 and 60 °C, respectively. Because the
solubility of CO2 decreases with increasing temperature and
vice versa for the quinones, operation at higher temperatures,
e.g., at 60 °C, would be more favorable for the CO2 capture
process. However, the stability of the quinones at these
temperatures has yet to be established conclusively.
The energetics of the electrochemistry process can be

described through the Gibb’s free energy as follows:

Δ = − ΔG nF E( ) (17)

where n is the number of electron moles transferred, F is
Faraday’s constant, and ΔE is the potential difference between
the oxidation and reduction processes. At the nonstandard
state, the Nernst equation becomes

Figure 9. Relation between the (a) achievable ratio of CO2 flux caused by quinone carrier over the dissolved CO2 and the quinone concentration and
(b) minimum required quinone concentration in the solvent and the ratio of CO2 partial pressure in the inlet (cathodic) over the outlet (anodic).
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where [Q−2] and [Q(CO2)2
−2] are the concentrations of the

quinone dianion and the CO2-complexed quinone dianion,
respectively. C0 and P0 are the concentration and pressure,
respectively, at the standard state. [Q−2]0 is the total
concentration of quinone dianion and PCO2

is the partial
pressure of CO2. The term in the second natural logarithm is
essentially the equilibrium constant, KCO2

, for the reversible
CO2 absorption by the quinone dianion. Therefore,

Δ = − = +E E E
RT

F
K P

2
ln(1 ( ) )anode cathode CO CO

2
2 2 (19)

For 1,4-NQ in [emim][tcm] under CO2, studied here, ΔE =
−0.089 V, as observed in Figure 2a. The theoretical energy
requirement for the operation of the cell is 17 kJ per mol of
CO2. In practice, there would be inefficiencies because of the
overpotentials discussed earlier. We showed that we can achieve
quinone concentrations up to 0.56 M at 22 °C. However, not
all of the quinones in the reduced state will be able to absorb
CO2 because of the chemical equilibrium. The CO2
concentration in the liquid that is available to react is dictated
by its partial pressure. Furthermore, a fraction of the physically
dissolved CO2 will always be retained in the liquid. If we
assume a 40% efficiency, then the electrical energy requirement
becomes 43 kJ·mol−1, which is attractive when compared with
the requirements of traditional separation processes (145−200
kJ·mol−1 of thermal energy which corresponds to 50−70 kJ·
mol−1 CO2 electrical equivalent for the absorptive CO2 capture
by amine-based solvents).64,65

■ CONCLUSIONS

We have identified a suitable IL as the electrolyte for the
electrochemical separation of CO2 from a gas stream by a
redox-active carrier species with which it can form complexes
under appropriate reduction conditions. The IL, [emim][tcm],
has been characterized in terms of its interaction with the
quinone redox carrier, its electrochemical stability, and its
physicochemical properties. 1,4-Naphthoquinone has a higher
solubility in the [emim][tcm] system compared to other ILs
and most common solvents. The highly polar IL is able to
stabilize the reduced form of the quinone through hydrogen
bonding. Under CO2, the quinone reduction in ILs takes place
at a single wave that is more positive than that observed with
molecular solvents. This suggests that the voltage requirement,
and hence the redox window, in electrochemical CO2
separations utilizing ILs can be significantly reduced without
affecting the CO2 carrying capacity. Although the diffusion
coefficients are not as high as would be in the case of organic
solvents, the complications arising from the drying of the
electrodes because of electrolyte evaporation, instability of both
the solvents and the redox carriers, and flammability are
addressed by identifying a suitable nonflammable IL that can
accommodate a high quinone concentration. Alternative design
considerations, such as incorporation of convectional effects
within the solvent layer between the two electrodes, can
overcome the diffusional limitations of a species migration in
the ionic liquids.
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