a9y United States
12y Patent Application Publication o) Pub. No.: US 2014/0027303 Al

Cole et al.

US 20140027303A1

43) Pub. Date: Jan. 30, 2014

(54)

(71)

(72)

(73)

(21)

(22)

(60)

REDUCTION OF CARBON DIOXIDE TO
CARBOXYLIC ACIDS, GLYCOLS, AND
CARBOXYLATES

Applicant: Liquid Light, Inc., Monmouth Junction,
NI (US)

Emily Barton Cole, Houston, TX (US);
Kyle Teamey, Washington, DC (US);
Andrew B. Bocarsly, Plainsboro, NJ

(US); Narayanappa Sivasankar,
Plainsboro, NJ (US)

Inventors:

Liquid Light, Inc., Monmouth Junction,
NJ (US)

Assignee:

Appl. No.: 14/029,444
Filed: Sep. 17, 2013

Related U.S. Application Data

Division of application No. 13/542,152, filed on Jul. 3,
2012, now Pat. No. 8,592,633, which 1s a continuation-
in-part of application No. 12/846,221, filed on Jul. 29,

2010.
O,
112\ T—»ua

0O, EXTRACTION

1 00\

QUTPUT GAS

102~ |- « — — — — —

ANOLYTE /
ELECTROLYTE

AAONY
d0O1Vdvd3as

: 116
114a 118 €

106 ENERGY SOURCE

JAOHLYD

(60) Provisional application No. 61/504,848, filed on Jul. 6,
2011.
Publication Classification
(51) Int.CL
C25B 11/04 (2006.01)
C25B 3/04 (2006.01)
(52) U.S. CL
CPC .. C25B 11/04 (2013.01); C25B 3/04 (2013.01)
USPC e 205/440; 204/275.1
(37) ABSTRACT

Methods and systems for electrochemical conversion of car-
bon dioxide to carboxylic acids, glycols, and carboxylates are
disclosed. A method may include, but 1s not limited to, steps
(A) to (D). Step (A) may introduce water to a first compart-
ment of an electrochemical cell. The first compartment may
include an anode. Step (B) may introduce carbon dioxide to a
second compartment of the electrochemical cell. The second
compartment may include a solution of an electrolyte and a
cathode. Step (C) may apply an electrical potential between
the anode and the cathode 1n the electrochemical cell sudifi-
cient to reduce the carbon dioxide to a carboxylic acid inter-
mediate. Step (D) may contact the carboxylic acid interme-
diate with hydrogen to produce a reaction product.
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202 Introduce a liquid to a first compartment of an electrochemical

cell, the first compartment including an anode

Introduce carbon dioxide to a second compartment of the
electrochemical cell, the second compartment including a solution
of an electrolyte, a cathode, and a homogenous heterocyclic

204 amine catalyst, the cathode selected from the group consisting of
cadmium, a cadmium alloy, cobalt, a cobalt alloy, nickel, a nickel
alloy, chromium, a chromium alloy, indium, an indium alloy, iron,
an iron alloy, copper, a copper alloy, lead, a lead alloy, palladium,

a palladium alloy, platinum, a platinum alloy, molybdenum, a
molybdenum alloy, tungsten, a tungsten alloy, niobium, a niobium

alloy, silver, a silver alloy, tin, a tin alloy, rhodium, a rhodium
alloy, ruthenium, a ruthenium alloy, carbon, and mixtures thereof

206 Apply an electrical potential between the anode and the cathode
sufficient for the cathode to reduce the carbon dioxide to a

carboxylic acid intermediate

208 Contact the carboxylic acid intermediate with hydrogen to
produce a reaction product

FIG. 2
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302 Introduce a liquid to a first compartment of an electrochemical
cell, the first compartment including an anode

Introduce carbon dioxide to a second compartment of the
20+ electrochemical cell, the second compartment including a solution
of an electrolyte, a cathode, and a homogenous heterocyclic
amine catalyst

Apply an electrical potential between the anode and the cathode

306 sufficient for the cathode to reduce the carbon dioxide to at least
a carboxylate

308 Acidify the carboxylate to convert the carboxylate into a
carboxylic acid

310 Extract the carboxylic acid

312 Contact the carboxylic acid with hydrogen to produce a reaction
product

FIG. 3
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REDUCTION OF CARBON DIOXIDE TO
CARBOXYLIC ACIDS, GLYCOLS, AND
CARBOXYLATES

CROSS-REFERENCE TO RELATED
APPLICATIONS

[0001] The present application claims the benefit of U.S.
patent application Ser. No. 13/542,152 filed Jul. 5, 2012,
pending. U.S. patent application Ser. No. 13/542,1352 filed
Jul. 5, 2012 claims the benefit under 35 U.S.C. §119(e) of
U.S. Patent Application Ser. No. 61/504,848, filed Jul. 6,
2011.

[0002] U.S. patent application Ser. No. 13/542,152 filed
Jul. 3, 2012 also claims the benefit under 35 U.S.C. §120 of
U.S. patent application Ser. No. 12/846,221, filed Jul. 29,
2010.

[0003] The above-listed applications are hereby incorpo-
rated by reference 1n their entirety.

FIELD

[0004] The present disclosure generally relates to the field
ol electrochemical reactions, and more particularly to meth-
ods and/or systems for electrochemical production of car-
boxylic acids, glycols, and carboxylates from carbon dioxide.

BACKGROUND

[0005] The combustion of fossil fuels 1n activities such as
clectricity generation, transportation, and manufacturing pro-
duces billions of tons of carbon dioxide annually. Research
since the 1970s indicates increasing concentrations of carbon
dioxide in the atmosphere may be responsible for altering the
Earth’s climate, changing the pH of the ocean and other
potentially damaging effects. Countries around the world,
including the United States, are seeking ways to mitigate
emissions ol carbon dioxide.

[0006] A mechanism for mitigating emissions 1s to convert
carbon dioxide into economically valuable materials such as
tuels and industrial chemicals. If the carbon dioxide 1s con-
verted using energy from renewable sources, both mitigation
of carbon dioxide emissions and conversion of renewable
energy 1nto a chemical form that can be stored for later use
may be possible.

SUMMARY OF THE PREFERRED
EMBODIMENTS

[0007] The present invention 1s directed to using particular
cathode materials, homogenous heterocyclic amine catalysts,
and an electrolytic solution to reduce carbon dioxide to a
carboxylic acid intermediate preferably including at least one
of formic acid, glycolic acid, glyoxylic acid, oxalic acid, or
lactic acid. The carboxylic acid mtermediate may be pro-
cessed further to yield a glycol-based reaction product. The
present invention includes the process, system, and various
components thereol.

[0008] Itistobeunderstood that both the foregoing general
description and the following detailed description are exem-
plary and explanatory only and are not necessarily restrictive
of the disclosure as claimed. The accompanying drawings,
which are incorporated 1n and constitute a part of the speci-
fication, 1illustrate an embodiment of the disclosure and
together with the general description, serve to explain the
principles of the disclosure.
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BRIEF DESCRIPTION OF THE DRAWINGS

[0009] The numerous advantages of the present disclosure
may be better understood by those skilled 1n the art by refer-
ence to the accompanying figures in which:

[0010] FIGS. 1A and 1B depict a block diagram of a pre-
ferred system in accordance with an embodiment of the
present disclosure;

[0011] FIG. 2 1s a flow diagram of a preferred method of
clectrochemical production of a reaction product from carbon
dioxide; and

[0012] FIG. 3 1s a flow diagram of another preferred
method of electrochemical production of a reaction product
from carbon dioxide.

DETAILED DESCRIPTION OF THE PR.
EMBODIMENTS

(L]
By

ERRED

[0013] Retference will now be made 1n detail to the pres-
ently preferred embodiments of the present disclosure,
examples of which are illustrated 1n the accompanying draw-
ngs.

[0014] In accordance with some embodiments of the
present disclosure, an electrochemical system 1s provided that
converts carbon dioxide to carboxylic acid intermediates,
carboxylic acids, and glycols. Use of a homogenous hetero-
cyclic catalyst facilitates the process.

[0015] Before any embodiments of the invention are
explained 1n detail, 1t 1s to be understood that the embodi-
ments described below do not limit the scope of the claims
that follow. Also, 1t 1s to be understood that the phraseology
and terminology used herein 1s for the purpose of description
and should not be regarded as limiting. The use of terms such
as “including,” “comprising,” or “having” and varnations
thereof herein are generally meant to encompass the item
listed thereatter and equivalents thereof as well as additional
items. Further, unless otherwise noted, technical terms may

be used according to conventional usage.

[0016] In certain preferred embodiments, the reduction of
the carbon dioxide to produce carboxylic acid intermediates,
carboxylic acids, and glycols may be preferably achieved in a
divided electrochemical or photoelectrochemical cell having
at least two compartments. One compartment contains an
anode suitable to oxidize water, and another compartment
contains a working cathode electrode and a homogenous
heterocyclic amine catalyst. The compartments may be sepa-
rated by a porous glass 1rit, microporous separator, 10on
exchange membrane, or other ion conducting bridge. Both
compartments generally contain an aqueous solution of an
clectrolyte. Carbon dioxide gas may be continuously bubbled
through the cathodic electrolyte solution to preferably satu-
rate the solution or the solution may be pre-saturated with
carbon dioxide.

[0017] Referring to FIG. 1, ablock diagram of a system 100

1s shown 1n accordance with an embodiment of the present
invention. System 100 may be utilized for electrochemical
production of carboxylic acid intermediates, carboxylic
acids, and glycols from carbon dioxide and water (and hydro-
gen for glycol production). The system (or apparatus) 100
generally comprises a cell (or container) 102, a liquid source
104 (preferably a water source, but may include an organic
solvent source), an energy source 106, a gas source 108
(preferably a carbon dioxide source), a product extractor 110
and an oxygen extractor 112. A product or product mixture
may be output from the product extractor 110 after extraction.
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An output gas containing oxygen may be output from the
oxygen extractor 112 after extraction.

[0018] The cell 102 may be implemented as a divided cell.
The divided cell may be a divided electrochemical cell and/or
a divided photochemical cell. The cell 102 1s generally opera-
tional to reduce carbon dioxide (CO,) mto products or prod-
uct intermediates. In particular implementations, the cell 102
1s operational to reduce carbon dioxide to carboxylic acid
intermediates (1including salts such as formate, glycolate, gly-
oxylate, oxalate, and lactate), carboxylic acids, and glycols.
The reduction generally takes place by introducing (e.g., bub-
bling) carbon dioxide into an electrolyte solution 1n the cell
102. A cathode 120 1n the cell 102 may reduce the carbon
dioxide into a carboxylic acid or a carboxylic acid interme-
diate. The production of a carboxylic acid or carboxylic acid
intermediate may be dependent on the pH of the electrolyte
solution, with lower pH ranges favoring carboxylic acid pro-
duction. The pH of the cathode compartment may be adjusted
to favor production of one of a carboxylic acid or carboxylic
acid mtermediate over production of the other, such as by
introducing an acid (e.g., HCI or H,SO,) to the cathode
compartment. Hydrogen may be introduced to the carboxylic
acid or carboxylic acid intermediate to produce a glycol or a
carboxylic acid, respectively. The hydrogen may be dertved
from natural gas or water.

[0019] The cell 102 generally comprises two or more com-
partments (or chambers) 114a-114b, a separator (or mem-
brane) 116, an anode 118, and a cathode 120. The anode 118
may be disposed 1n a given compartment (e.g., 114a). The
cathode 120 may be disposed 1n another compartment (e.g.,
1145) on an opposite side of the separator 116 as the anode
118. In particular implementations, the cathode 120 includes
materials suitable for the reduction of carbon dioxide includ-
ing cadmium, a cadmium alloy, cobalt, a cobalt alloy, nickel,
a mickel alloy, chromium, a chromium alloy, indium, an
indium alloy, iron, an 1ron alloy, copper, a copper alloy, lead,
a lead alloy, palladium, a palladium alloy, platinum, a plati-
num alloy, molybdenum, a molybdenum alloy, tungsten, a
tungsten alloy, niobium, a niobium alloy, silver, a silver alloy,
tin, a tin alloy, rhodium, a rhodium alloy, ruthenium, a ruthe-
nium alloy, carbon, and mixtures thereof. An electrolyte solu-
tion 122 (e.g., anolyte or catholyte 122) may fill both com-
partments 114a-11456. The aqueous solution 122 preferably
includes water as a solvent and water soluble salts for provid-
ing various cations and anions 1n solution, however an organic
solvent may also be utilized. In certain implementations, the
organic solvent 1s present 1n an aqueous solution, whereas 1n
other implementations the organic solvent 1s present 1n a
non-aqueous solution. The catholyte 122 may include sodium
and/or potassium cations or a quaternary amine (preferably
tetramethyl ammonium or tetracthyl ammonium). The
catholyte 122 may also include divalent cations (e.g., Ca**,
Mg>*, Zn**) or a divalent cation may be added to the catholyte
solution.

[0020] A homogenous heterocyclic catalyst 124 1s prefer-
ably added to the compartment 1145 containing the cathode
120. The homogenous heterocyclic catalyst 124 may include,
for example, one or more of 4-hydroxy pyridine, adenine, a
heterocyclic amine containing sulfur, a heterocyclic amine
containing oxygen, an azole, a benzimidazole, a bipyridine,
furan, an 1midazole, an imidazole related species with at least
one five-member ring, an indole, a lutidine, methylimidazole,
an oxazole, phenanthroline, pterin, pteridine, a pyridine, a
pyridine related species with at least one six-member ring,
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pyrrole, quinoline, or a thiazole, and mixtures thereof. The
homogenous heterocyclic catalyst 124 1s preferably present
in the compartment 1145 at a concentration of between about
0.001M and about 1M, and more preferably between about
0.01M and 0.5M.

[0021] The pH of the compartment 1145 1s preferably
between about 1 and 8. A pH range of between about 1 to
about 4 1s preferable for production of carboxylic acids from
carbon dioxide. A pH range of between about 4 to about 8 1s
preferable for production of carboxylic acid intermediates
from carbon dioxide.

[0022] The liguid source 104 preferably includes a water
source, such that the liquid source 104 may provide pure
water to the cell 102. The liquid source 104 may provide other
fluids to the cell 102, including an organic solvent, such as
methanol, acetonitrile, and dimethylfuran. The liquid source
104 may also provide a mixture of an organic solvent and
water to the cell 102.

[0023] The energy source 106 may include a variable volt-
age source. The 1s energy source 106 may be operational to
generate an electrical potential between the anode 118 and the
cathode 120. The electrical potential may be a DC voltage. In
preferred embodiments, the applied electrical potential 1s
generally between about —1.5V vs. SCE and about -4V vs.
SCE, preferably from about —1.5V vs. SCE to about -3V vs.
SCE, and more preferably from about —1.5V vs. SCE to about
-2.5V vs. SCE.

[0024] The gas source 108 preferably includes a carbon
dioxide source, such that the gas source 108 may provide
carbon dioxide to the cell 102. In some embodiments, the
carbon dioxide 1s bubbled directly mnto the compartment 1145
containing the cathode 120. For instance, the compartment
1145 may include a carbon dioxide input, such as a port 1264
configured to be coupled between the carbon dioxide source

and the cathode 120.

[0025] Advantageously, the carbon dioxide may be
obtained from any source (e.g., an exhaust stream from fossil-
tuel burning power or industrial plants, from geothermal or
natural gas wells or the atmosphere itself). Most suitably, the
carbon dioxide may be obtained from concentrated point
sources ol generation prior to being released 1nto the atmo-
sphere. For example, high concentration carbon dioxide
sources may frequently accompany natural gas 1n amounts of
5% to 50%, exast 1in tlue gases of fossil fuel (e.g., coal, natural
gas, o1l, etc.) burning power plants, and high purity carbon
dioxide may be exhausted from cement factories, from fer-
menters used for industrial fermentation of ethanol, and from
the manufacture of fertilizers and refined o1l products. Certain
geothermal steams may also contain significant amounts of
carbon dioxide. The carbon dioxide emissions from varied
industries, including geothermal wells, may be captured on-
site. Thus, the capture and use of existing atmospheric carbon
dioxide 1n accordance with some embodiments of the present
invention generally allow the carbon dioxide to be a renew-
able and essentially unlimited source of carbon.

[0026] The product extractor 110 may include an organic
product and/or inorganic product extractor. The product
extractor 110 generally facilitates extraction of one or more
products (e.g., carboxylic acid, and/or carboxylic acid inter-
mediate) from the electrolyte 122. The extraction may occur
via one or more of a solid sorbent, carbon dioxide-assisted
solid sorbent, liquid-liquid extraction, nanofiltration, and
clectrodialysis. The extracted products may be presented
through a port 1265 of the system 100 for subsequent storage,
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consumption, and/or processing by other devices and/or pro-
cesses. For instance, 1n particular implementations, the car-
boxylic acid or carboxylic acid intermediate 1s continuously
removed from the cell 102, where cell 102 operates on a
continuous basis, such as through a continuous tlow-single
pass reactor where fresh catholyte and carbon dioxide 1s fed
continuously as the input, and where the output from the
reactor 1s continuously removed. In other preferred imple-
mentations, the carboxylic acid or carboxylic acid interme-
diate 1s continuously removed from the catholyte 122 via one
or more ol adsorbing with a solid sorbent, liquid-liquid
extraction, and electrodialysis.

[0027] The separated carboxylic acid or carboxylic acid
intermediate may be placed in contact with a hydrogen stream
to produce a glycol or carboxylic acid, respectively. For
istance, as shown 1n FIG. 1B, the system 100 may include a
secondary reactor 132 into which the separated carboxylic
acid or carboxylic acid intermediate from the product extrac-
tor 110 and hydrogen stream from a hydrogen source 134 are
introduced. The secondary reactor 132 generally permuits
interaction between the separated carboxylic acid or carboxy-
lic acid intermediate from the product extractor 110 and the
hydrogen to produce a glycol or carboxylic acid, respectively.
The secondary reactor 132 may include reactor conditions
that differ from ambient conditions. In particular implemen-
tations, the secondary reactor 132 preferably includes a tem-
perature range and a pressure range that 1s higher than that of
ambient conditions. For instance, a preferred temperature
range of the secondary reactor 132 1s between about 50° C.
and about 500° C., and a preferred pressure range of the
secondary reactor 132 1s between about 5 atm and 1000 atm.
The secondary reactor may include a solvent and a catalyst to
tacilitate the reaction between the separated carboxylic acid
or carboxylic acid mtermediate from the product extractor
110 and the hydrogen stream from the hydrogen source 134.
Preferred catalysts include Rh, RuO,, Ru, Pt, Pd, Re, Cu, N,
Co, Cu—N1i, and binary metals and/or metal oxides thereof.
The catalyst may be a supported catalyst, where the support
may 1include Ti, T10,, or C. Preferred solvents include aque-
ous and non-aqueous solvents, such as water, ether, and tet-
rahydrofuran.

[0028] The oxygen extractor 112 of FIG. 1A 1s generally
operational to extract oxygen (e.g., O,) byproducts created by
the reduction of the carbon dioxide and/or the oxidation of
water. In preferred embodiments, the oxygen extractor 112 1s
a disengager/flash tank. The extracted oxygen may be pre-
sented through a port 128 of the system 100 for subsequent
storage and/or consumption by other devices and/or pro-
cesses. Chlorine and/or oxidatively evolved chemicals may
also be byproducts in some configurations, such as 1n an
embodiment of processes other than oxygen evolution occur-
ring at the anode 118. Such processes may include chlorine
evolution, oxidation of organics to other saleable products,
waste water cleanup, and corrosion of a sacrificial anode. Any
other excess gases (e.g., 1s hydrogen) created by the reduction

of the carbon dioxide and water may be vented from the cell
102 via a port 130.

[0029] Referring to FIG. 2, a flow diagram of a preferred
method 200 for electrochemical conversion of carbon dioxide

1s shown. The method (or process) 200 generally comprises a
step (or block) 202, a step (or block) 204, a step (or block)
206, and a step (or block) 208. The method 200 may be

implemented using the system 100.
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[0030] Inthestep 202, a liquid may be introduced to a first
compartment of an electrochemical cell. The first compart-
ment may include an anode. Introducing carbon dioxide to a
second compartment of the electrochemical cell may be per-
tormed 1n the step 204. The second compartment may include
a solution of an electrolyte, a cathode, and a homogenous
heterocyclic amine catalyst. The cathode may be selected
from the group consisting of cadmium, a cadmium alloy,
cobalt, a cobalt alloy, nickel, a nickel alloy, chromium, a
chromium alloy, indium, an indium alloy, 1ron, an iron alloy,
copper, a copper alloy, lead, a lead alloy, palladium, a palla-
dium alloy, platinum, a platinum alloy, molybdenum, a
molybdenum alloy, tungsten, a tungsten alloy, niobium, a
niobium alloy, silver, a silver alloy, tin, a tin alloy, rhodium, a
rhodium alloy, ruthenium, a ruthenium alloy, carbon, and
mixtures thereol. In the step 206, an electric potential may be
applied between the anode and the cathode in the electro-
chemical cell suificient for the cathode to reduce the carbon
dioxide to a carboxylic acid intermediate. The production of
the carboxylic acid intermediate 1s preferably controlled by
selection of particular cathode matenals, catalysts, pH
ranges, and electrolytes, such as disclosed 1n U.S. application
Ser. No. 12/846,221, the disclosure of which 1s incorporated
by reference. Contacting the carboxylic acid intermediate
with hydrogen to produce a reaction product may be per-
formed 1n the step 208. The secondary reactor 132 may permit
interaction/contact between the carboxylic acid intermediate
and the hydrogen, where the conditions of the secondary
reactor 132 may provide for production of particular reaction
products.

[0031] Referring to FIG. 3, a flow diagram of another pre-
terred method 300 for electrochemical conversion of carbon
dioxide 1s shown. The method (or process) 300 generally
comprises a step (or block) 302, a step (or block) 304, a step
(or block) 306, a step (or block) 308, a step (or block) 310, and
a step (or block) 312. The method 300 may be implemented
using the system 100.

[0032] Inthestep 302, a liquid may be introduced to a first
compartment of an electrochemical cell. The first compart-
ment may include an anode. Introducing carbon dioxide to a
second compartment of the electrochemical cell may be per-
formed 1n the step 304. The second compartment may include
a solution of an electrolyte, a cathode, and a homogenous
heterocyclic amine catalyst. In the step 306, an electric poten-
tial may be applied between the anode and the cathode 1n the
clectrochemical cell sufficient for the cathode to reduce the
carbon dioxide to at least a carboxylate. Acidilying the car-
boxylate to convert the carboxylate into a carboxylic acid
may be performed in the step 308. The acidifying step may
include introduction of an acid from a make-up acid source.
In the step 310, the carboxylic acid may be extracted. Con-
tacting the carboxylic acid with hydrogen to form a reaction
product may be performed in the step 312. In preferred imple-
mentations, the reaction product includes one or more of
formaldehyde, methanol, glycolic acid, glyoxal, glyoxylic
aid, glycolaldehyde, ethylene glycol, acetic acid, acetalde-
hyde, ethanol, propylene glycol, or 1sopropanol.

[0033] Itis believed that the present disclosure and many of
its attendant advantages will be understood by the foregoing
description, and i1t will be apparent that various changes may
be made in the form, construction and arrangement of the
components thereof without departing from the scope and
spirit of the disclosure or without sacrificing all of 1ts material
advantages. The form herein before described being merely
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an explanatory embodiment thereof, 1t 1s the intention of the
following claims to encompass and 1include such changes.

What 1s claimed 1s:

1. A method for electrochemical conversion of carbon
dioxide, comprising:

(A) mtroducing a liquid to a first compartment of an elec-
trochemical cell, the first compartment including an
anode;

(B) introducing carbon dioxide to a second compartment of
the electrochemical cell, the second compartment
including a solution of an electrolyte, a cathode, and a
homogenous heterocyclic amine catalyst, the cathode
selected from the group consisting of cadmium, a cad-
mium alloy, cobalt, a cobalt alloy, nickel, a nickel alloy,
chromium, a chromium alloy, indium, an indium alloy,
iron, an 1ron alloy, copper, a copper alloy, lead, a lead
alloy, palladium, a palladium alloy, platinum, a platinum
alloy, molybdenum, a molybdenum alloy, tungsten, a
tungsten alloy, niobium, a niobium alloy, silver, a silver
alloy, tin, a tin alloy, rhodium, a rhodium alloy, ruthe-
nium, a ruthenium alloy, carbon, and mixtures thereof;

(C) applying an electrical potential between the anode and
the cathode sufficient for the cathode to reduce the car-
bon dioxide to a carboxylic acid intermediate; and

(D) contacting the carboxylic acid intermediate with
hydrogen to produce a reaction product.

2. The method of claim 1, wherein the carboxylic acid
intermediate includes at least one of formate, formic acid,
glycolate, glycolic acid, glyoxylate, glyoxylic acid, lactate,
lactic acid, oxalate, or oxalic acid.

3. The method of claim 1, wherein the reaction product
includes at least one of formaldehyde, formic acid, methanol,
glyoxylic acid, glycolic acid, glyoxal, glycolaldehyde, ethyl-
ene glycol, acetic acid, acetaldehyde, ethanol, lactic acid,
oxalic acid, propylene glycol, or 1sopropanol.

4. The method of claim 1, wherein the carboxylic acid
intermediate includes formic acid, and wherein the reaction
product includes at least one of formaldehyde or methanol.

5. The method of claim 1, wherein the carboxylic acid
intermediate includes oxalic acid, and wherein the reaction
product includes at least one of glyoxylic acid, glycolic acid,
glyoxal, glycolaldehyde, ethylene glycol, acetic acid, acetal-
dehyde, or ethanol.

6. The method of claim 1, wherein the carboxylic acid
intermediate includes lactic acid, and wherein the reaction
product includes at least one of propylene glycol or 1sopro-
panol.

7. The method of claim 1, wherein the carboxylic acid
intermediate includes glyoxylic acid, and wherein the reac-
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tion product includes at least one of glycolic acid, glyoxal,
glycolaldehyde, ethylene glycol, acetic acid, acetaldehyde, or

ethanol.
8. The method of claim 1, wherein the carboxylic acid

intermediate includes glycolic acid, and wherein the reaction
product includes at least one of glycolaldehyde, ethylene
glycol, acetic acid, acetaldehyde, or ethanol.

9. The method of claim 1, wherein a pH of the second
compartment 1s between about 1 and about 8.

10. The method of claim 1, turther comprising:

adjusting a pH of the second compartment to favor produc-

tion of one of a carboxylic acid and a carboxylic acid

intermediate over production of the other of the one of a

carboxylic acid and a carboxylic acid intermediate.

11. A system for electrochemical reduction of carbon diox-
ide, comprising:
an electrochemical cell including;:

a first cell compartment;

an anode positioned within said first cell compartment;

a second cell compartment;

a separator iterposed between said first cell compart-
ment and said second cell compartment, said second
cell compartment containing an electrolyte; and

a cathode and a homogenous heterocyclic amine catalyst
positioned within said second cell compartment, said
cathode selected from the group consisting of cad-
mium, a cadmium alloy, cobalt, a cobalt alloy, nickel,
a nickel alloy, chromium, a chromium alloy, indium,
an indium alloy, 1ron, an 1ron alloy, copper, a copper
alloy, lead, a lead alloy, palladium, a palladium alloy,
platinum, a platinum alloy, molybdenum, a molybde-
num alloy, tungsten, a tungsten alloy, niobium, a nio-
bium alloy, silver, a silver alloy, tin, a tin alloy,
rhodium, a rhodium alloy, ruthenium, a ruthenium
alloy, carbon, and mixtures thereof;

an energy source operably coupled with said anode and

said cathode, said energy source configured to apply a

voltage between said anode and said cathode to reduce

carbon dioxide at said cathode to an intermediate prod-
uct stream including a carboxylic acid;

an extractor configured to extract the carboxylic acid from
the intermediate product stream; and

a secondary reactor configured to imtroduce the carboxylic
acid to hydrogen from a hydrogen source, the secondary
reactor configured to produce at least one of formalde-
hyde, methanol, glycolic acid, glyoxal, glyoxylic acid,
glycolaldehyde, ethylene glycol, acetic acid, acetalde-
hyde, ethanol, propylene glycol, or 1sopropanol.
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