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Controlling the chirality of molecule-surface systems is essential for applications ranging from hetero-
geneous catalysis to biosensing. N-heterocyclic carbenes (NHCs) are quickly becoming a dominant
ligand for noble metal surface passivation, but the potential of chiral NHC scaffolds remains untapped. In
this work, two stereoisomers, one C, symmetric and one Cs symmetric, of saturated N-heterocyclic car-
benes (NHCs) and a structurally related unsaturated NHC (C,, symmetric) were synthesized as NHC-CO,
adducts. These CO,-protected NHCs were deposited on gold films and their presence on the films was
confirmed by laser desorption ionization mass spectrometry (LDI-MS) and surface enhanced Raman
spectroscopy (SERS). Surprisingly, the Cs NHC, but not the chiral C, NHC, partially degrades to the inde-
pendently synthesized unsaturated NHC upon binding to the gold. Theoretical calculations assist in

Received 4th August 2023, explaining this phenomenon by showing that the NHCs primarily lie flat on the gold surfaces, which
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exposes the backbone protons on the Cs-symmetric NHC to a formal elimination of H,, while the C,-
symmetric NHC remains protected from this elimination reaction. These results raise critical questions as
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Introduction

Self-assembled monolayers (SAMs) on gold surfaces are critical
for many applications in catalysis, sensing, and medicine."”
Chiral thiols, in particular, are known to form SAMs on gold
that deliver single enantiomer selectivity®** and i-cysteine-
based chiral ligands are widely employed as fabricating agents
for surfaces with enantiomeric recognition (Fig. 1A).****
Nevertheless, thiol-based SAMs degrade over time, especially
when exposed to oxygen or native thiols, which limits their
application in long term biomedical studies.”>™"”
N-heterocyclic carbenes (NHCs) are rapidly displacing
thiols across myriad applications that employ SAMs due to
their strong binding affinity to gold."®**° CO,-adducts or bicar-
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to how the structure of NHC ligands may be tuned to influence binding and reactivity on gold surfaces.

bonate salts of NHCs easily transfer the NHC ligands to a gold
surface such as gold mirror or gold film-over nanospheres
(AUFONs)."**'"2* However, regular NHCs, which have imid-
azole or benzimidazole rings, are poorly suited for developing
chiral NHCs, except with chiral wingtips (Fig. 1B).>*™°
Previous studies mostly focus on the organic synthesis®*?%2°
of NHCs with chiral wingtips and their implementation in
homogeneous catalysis.>>>”**3° Chiral NHCs have very rarely
been deposited on gold surfaces®' and even in these limited
cases the chirality does not point away from the surface, which
would be most valuable for sensing and medical applications.
Non-standard NHCs, specifically saturated NHCs, offer an
alternative that would allow for chiral moieties at the backbone
position as opposed to the wingtips (Fig. 1C). However, these
saturated NHCs cannot be synthesized by simple addition of
electrophilic wingtips to imidazoles or benzimidazoles.**** As
such, this category of chiral saturated NHC has mostly been
limited to a few examples for alkene metathesis catalysis.**>°
In this manuscript, we synthesized two stereoisomers, one
chiral (C,) and one meso (Cg), of saturated N-heterocyclic car-
benes (NHCs) and a structurally related unsaturated NHC (C,y)
as their CO, adducts (Fig. 1D). The NHC precursors were
characterized by multi-nuclear NMR as well as single crystal
X-ray which confirmed their absolute stereochemistry. The
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Fig. 1 An overview of achiral and chiral monolayers on surfaces, where red and green represents chiral wingtips and chiral backbone respectively.
(A) Thiol SAMs on gold surfaces. (B) NHCs with varying wingtip groups on gold surfaces. (C) Saturated imidazoliniums studied for homogeneous cat-
alysis. (D) This work that includes saturated NHCs with chiral backbones on gold surfaces.

CO,-protected NHCs were deposited on gold films and their
chemisorption was confirmed by surface enhanced Raman
spectroscopy (SERS) and laser desorption ionization mass

spectrometry (LDI-MS). Remarkably, we find that the C; NHC,
but not the chiral C, NHC, partially degrades to the unsatu-
rated NHC upon binding to the gold. This surprising result

A Synthesis of C, NHC
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Scheme 1 Synthesis of C,, Cs, and C,, symmetric NHC-CO, adducts, 6-CO,, 7-CO,, and 8-CO,, respectively.
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arises from the surface geometry, which exposes the backbone
protons on only the Cs-symmetric NHC, but not the C,-sym-
metric NHC.

Results and discussion

NHC-CO, adducts or their related bicarbonate salts are an
effective method of NHC transfer to gold films.>'">**
However, for synthesizing saturated NHCs (imidazolinium
ring), the wingtips for the NHC must be appended followed by
a ring closing.”>*> Thus, we followed this strategy for prepar-
ing compounds 1 and 2 as the precursors for the chiral and
meso NHCs, 6 and 7 (Scheme 1).*"** (48,55)-1,3-diisopropyl-
4,5-diphenylethanediamine (1) was synthesized by addition of
excess  2-iodopropane to  (1S,2S)-(-)-1,2-diphenylethyl-
enediamine under basic conditions in a heated pressurized
glass vessel in 49% yield (see Experimental section for
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additional detailst). meso-1,3-Diisopropyl-4,5-diphenylethane-
diamine (2) was prepared in a nearly identical fashion in 20%
yield but required an additional purification step via column
chromatography with amine-treated silica gel.

Refluxing 1 and ammonium chloride with excess triethyl
orthoformate under acidic conditions yielded (4S,55)-1,3-diiso-
propyl-4,5-diphenylimidazolinium chloride (3a) in 69% yield.
meso-1,3-Diisopropyl-4,5-diphenylimidazolinium chloride (4a)
was synthesized under analogous conditions in 58% yield.
Since the imidazolinium salts are quite stable and the deproto-
nation occurs at the 2-position to form the NHC-CO, adducts,
we wanted to confirm the absolute stereochemistry for these
compounds via single crystal X-ray diffraction. Despite mul-
tiple attempts, both 3a and 4a had significant disorder in their
unit cells due to the chloride counter anion.

To solve the crystallographic disorder due to the counter
anion, we switched to hexafluorophosphate by replacing
ammonium chloride with ammonium hexafluorophosphate in
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Fig. 2 Left: *H NMR spectra in CDzCN from 3—-9 ppm of NHC hexafluorophosphate salts (A) 3b, (B) 4b, and (C) 5. Right: X-ray crystal structures of
(A) 3b, (B) 4b, and (C) 5 shown with thermal ellipsoids at 50% probability. Grey, blue, black, green, and pink ellipsoids represent C, N, H, F, and P
atoms, respectively. Hydrogens are omitted except for ones on stereogenic carbons.
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the synthesis of 3 and 4. This switch led to the formation of
(48,55)-1,3-diisopropyl-4,5-diphenylimidazolinium hexafluoro-
phosphate (3b) and meso-1,3-diisopropyl-4,5-diphenylimidazo-
linjum hexafluorophosphate (4b) in 66% and 76% yield,
respectively. A comparison of the 'H NMR spectra for 3b and
4b shows mostly similarities but one key distinction due to
their difference in stereochemistry (Fig. 2, left). The imidazoli-
nium protons (labelled “a” in Fig. 2, left) are close to each
other at 8.24 and 8.30 ppm for 3b and 4b, respectively, which
shows that their relative acidity is similar. However, backbone
protons (labelled “c” in Fig. 2, left) are at 5.11 and 5.75 ppm
for 3b and 4b, respectively. The significant upfield shift for 3b
versus 4b is due to the proximity to the aryl ring and has been
observed by Grisi for similar imidazoliniums.*?

A typical reaction to append the wingtips was successfully
carried out to synthesize 1,3-diisopropyl-4,5-diphenylimidazo-
lium hexafluorophosphate (5). Excess 2-iodopropane was
refluxed with 4,5-diphenylimidazole under basic conditions
followed by an anion exchange with KPFs which gave 5 in 86%
yield as a pale-yellow powder (Scheme 1).** Notably, there is no
peak (labelled “c” in Fig. 2, left) between 5 and 6 ppm in 5 due
to the absence of backbone protons in the 'H NMR that is
observed in 3b and 4b.

Single crystal X-ray diffraction was necessary to deduce the
absolute stereochemistry of 3b and 4b. Crystals for 3b cracked
upon cooling, so this structure was determined at room tempera-
ture. Fig. 2A (right) shows the structure of 3b with the view from
the back of the molecule, which clearly demonstrates its C, sym-
metry. Likewise, 4b displays Cs symmetry as the protons are on
the same side of the ring (Fig. 2B, right). 3b crystallizes in the
chiral space group P2, while 4b crystallizes in P1. Finally, the
crystal structure for compound 5 shows the expected C,, sym-
metry and no protons on the back of the ring (Fig. 2C, right).

The NHC-CO, adducts for all three compounds, 3b, 4b, and
5, were prepared by deprotonation with potassium bis(tri-
methylsilyl)amide in THF followed by addition of excess CO,
gas (Scheme 1).*>*” After the completion of reaction, the THF
was removed and the solids were extracted with pentane. The
pentane was removed under vacuum to yield white solids.
6-CO, was synthesized in 41% yield and the downfield
imidazolinium proton for 3b is not observed in the "H NMR
(see ESIY). Instead, an additional resonance at 164.89 ppm is
observed in the *C NMR which is due to the bound CO,.*"*®
Similar results were obtained for the synthesis of 7-CO, and
8-CO,. The formation of these NHC-CO, adducts was further
validated by the presence of CO, stretches in the FTIR spectra
at 1672, 1672, and 1668 cm™' for 6-CO,, 7-CO,, and 8-CO,,
respectively (see ESIT).>?

The deposition of the NHCs on gold mirrors followed a pro-
tocol that we previously developed for gold film-over-nano-
spheres (AUFONs).>* The gold mirror was placed in a vacuum
oven with the solid powders placed directly on top. The
vacuum oven was heated to at least 105 °C and placed under
reduced pressure (<5 Torr) for 12 minutes. The gold mirror
was removed from the oven and then rinsed with alcohol,
water and then dried with dinitrogen gas. SERS spectra were

This journal is © the Partner Organisations 2023
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collected for gold mirrors functionalized with 6, 7, and 8
(Fig. S517). The resulting spectra illustrate the adsorption of each
of these ligands on the gold surface and little to no spectroscopic
differences were observed, which is distinct from our previous
reports with benzimidazole-based NHCs.*"*> However, the rela-
tive differences in SERS intensities may arise from several
different variables, such as the molecule orientation relative to
the gold surface, number of molecules in the probe volume, and
the Raman cross section of each NHC ligand.***°°

LDI-MS is a highly efficient method for detecting NHCs on
gold and for tracking subsequent chemical reactions.’* The
reason that this approach is so successful is that the NHCs do
not fragment like thiols, and each gold ion binds two NHCs to
form a cationic bis(NHC)gold(1) complex.”’ LDI-MS analysis
was carried for 6, 7, and 8 on gold mirror. LDI-MS for 6 shows
the expected [(6),Au]" ion at 809.37 m/z (Fig. 3, bottom).
However, the corresponding measurement for 7 was quite sur-
prising. In this case, three separate ions were observed in this
region at 805.35, 807.36, and 809.38 m/z (Fig. 3, middle). One
possibility is that NHC 7 is losing backbone protons and
becomes unsaturated, which would transform 7 into 8. A com-
parison to the LDI-MS of 8 supports this supposition since
only one ion is observed at 805.34 m/z (Fig. 3, top). A pair of
LDI-MS experiments with 7-Au at 0 ns or 110 ns delay time
confirm that the dehydrogenation is not a result of the LDI-MS
measurement (Fig. S527). Since very few studies of NHCs on
gold have been performed with saturated NHCs, it is difficult
to say how this reaction takes place.”*”> Nevertheless, an
additional piece of evidence is the small feature found at
1290 cm™" on the SERS spectrum for 7 (Fig. $48%). This band
may be due to the formation of 8 on the surface but since 8

1 805.34 —— Imidazolium |
+
[(8) ,Au]
0.5F l
g 0 —— = ==
‘E 11 80535 807.36 — Meso |
£ [(8),Au]* @A’
2 osf 809.38
@ l g
% 0 ,.‘_ﬂ___h'___l — —
z 1} 809.37 SS |
[(6) ,Au]*
0.5}
0 L = = r
800 805 810 815 820
m/z

Fig. 3 LDI-MS for 6 (SS, bottom), 7 (meso, middle), and 8 (Imidazolium,
top) on gold mirrors. Surprisingly, NHC 7 appears to transform into 8,
i.e., become unsaturated, once bound to the gold.
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Fig. 4 Binding energies (BE) of NHCs in their energetically favored flat-lying geometry on gold clusters calculated with DFT. (A) represents top view
of the NHCs (B) represents the side-view. Black, blue, white, and gold, spheres represent C, N, H, and Au atoms, respectively. The green spheres rep-

resent hydrogens bounds to chiral carbons.

has much weaker SERS intensity, even if most of 7 is trans-
formed it gives a small signal.

Theoretical calculations can assist in understanding the
different reactivity and binding on the gold surface between 6
and 7. Binding energies were calculated for each NHC in both
vertical and flat motifs on 58-atom gold clusters.’*® As shown
in Fig. 4, the flat binding mode is significantly more energeti-
cally favorable for each NHC (with the caveat that only one
NHC is modelled on the surface, which precludes NHC-NHC
interactions). Of particular note, the flat binding geometry for
NHC 7 with the backbone protons pointing away from the gold
surface is more favorable by 17 kcal mol™ energy than the one
with protons aimed towards the gold surface. In contrast, for
NHC 6, one proton must be pointed towards the gold surface
in the flat position since the NHC is C, symmetric. While
future experiments are needed to unravel the mechanism of
this dehydrogenation reaction, the variance in reactivity can
clearly be accounted for by the differences in stereochemical
relationship of the NHCs to the gold surface.

Conclusions

In conclusion, we have synthesized three NHCs which have
three different symmetries (C,, Cs, and C,,) and bound them
to gold mirrors via their CO, adducts. The different stereo-

6286 | /norg. Chem. Front, 2023, 10, 6282-6293

chemistry led to key differences in the 'H NMR and their
absolute configuration was determined by single crystal X-ray
diffraction. This study is the first example where NHCs with a
chiral backbone have been affixed to a gold surface. Once
bound to the gold, all three NHCs were evaluated with SERS
and LDI-MS. Notably, the C; NHC (7), but not the chiral C,
NHC (6), partially degrades to the independently synthesized
unsaturated NHC (8) upon binding to the gold. Theoretical cal-
culations assist in explaining this phenomenon by showing
that all three NHCs primarily lie flat on the gold surfaces,
which exposes the backbone protons on 7 but not on 6.

Experimental
Materials and general considerations

All the reactions and workups for synthesizing organic com-
pounds were done under air unless otherwise stated. All the
reactions and workups to synthesize NHC-CO, adducts were
conducted under dry N, atmosphere using standard Schlenk
techniques or a glovebox. All the glassware for air and water-
sensitive reactions were dried in oven at 170 °C overnight prior
to their use in glovebox or on Schlenk line. The solvents used
under N, were dried on an Innovative Technologies
(Newburyport, MA) Pure Solv MD-7 solvent purification system,
degassed by three freeze-pump-thaw cycles on a Schlenk line

This journal is © the Partner Organisations 2023
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to remove dioxygen, and stored over activated 4 A molecular
sieves prior to use. Celite was dried at 240 °C under vacuum
overnight and stored in the glove box. Compounds 1, 2, 3a, 3b,
4a, 4b, 5, 6-CO,, 7-CO,, and 8-CO, were synthesized by employ-
ing modifications from previously published procedures that
reported synthesis of similar compounds.*"*****" (18,25)-
(-)-1,2-Diphenylethylenediamine and meso-1,2-diphenylethyl-
enediamine were purchased from Combi-Blocks and Ambeed,
respectively, at highest available purity and used as such
without further purification. All other reagents were purchased
from typical commercial vendors and used without any further
purification.

General instrumentation

Solution "H NMR and “*C{'H} NMR spectroscopies were per-
formed on Varian VNMRS 500 MHz and Bruker AVANCE NEO
500 MHz. The "H NMR spectral peaks were referenced to the
residual protonated solvents. The "*C NMR spectral peaks were
referenced to the solvents. Mass spectrometry analyses of NHC
compounds were conducted at the Biological and Small
Molecule Mass Spectrometry Center located in the Department
of Chemistry at the University of Tennessee. DART analyses
were performed using a JEOL AccuTOF-D time-of-flight (TOF)
mass spectrometer with a DART (direct analysis in real time)
ionization source from JEOL USA, Inc. (Peabody, MA). Matrix-
assisted laser desorption/ionization (MALDI) mass analyses
were performed using Waters Synapt G2-Si quadrupole time-
of-flight mass spectrometer. Infrared spectra were collected on
a Thermo Scientific Nicolet iS10 with a Smart iTR accessory
for attenuated total reflectance (ATR) using pure samples of
each complex.

Crystal structure determination

Single crystal X-ray diffraction (SCXRD) data of all compounds
were collected with a Bruker D8 Venture diffractometer with
Mo Ka radiation (4 = 0.71073 A) and PHOTON II detector. The
crystal of compound 3b was mounted on the capillary glass
(Hampton Research) with epoxy glue and cooled at 275 K,
while the crystals of 4b and 5 were mounted on loops
(MitiGen) with Paratone-N (Hampton Research) in 100 K cold
stream provided by an Oxford Cryostream 800 system. The
diffraction data were obtained, integrated, and calculated with
Bruker APEX4 with SAINT and SADABS, SHELXL, SHELXT, and
OLEX2 software. The structural figures were wused by
DIAMOND software for visualization.

Surface-enhanced Raman spectroscopy (SERS) measurements

SERS spectra were collected on a home-made Raman micro-
scope described previously.”’ > Briefly, one 633 nm HeNe
laser (Thorlabs) was guided into an inverted microscope
(Nikon Ti-U) and then focused onto the mirror-nanoparticle
substrate with an objective lens (20x, N.A. = 0.5). Scattered
light was collected through the same objective, filtered
through a Rayleigh rejection filter (Semrock), and fed into a
spectrometer (Princeton Instruments Acton SP2300, f =

This journal is © the Partner Organisations 2023
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0.3 mm, 1200 g mm™ ). The resulting spectra were background
subtracted in Matlab and plotted using Igor software.

Laser desorption/ionization mass spectrometry (LDI-MS)
measurements

A Bruker UltrafleXtreme MALDI-TOF-TOF mass spectrometer
in positive ion, reflection mode with ultra-beam parameters
and a 355 nm frequency tripled ND: YAG laser was employed
for LDI-MS measurements. The laser power was set to 100% of
the total available power with a global attenuator offset of
20%. Red phosphorous clusters were used to calibrate the
mass spectrometer with a cubic enhanced fit.

The gold substrates were mounted onto a metal target plate
slide adapter (Bruker) and grounded using conductive copper
tape. In general, three microliters of red phosphorous sus-
pended in acetonitrile (1 mg mL™") was deposited directly onto
the gold mirrors and used to calibrate the mass
spectrometer.®°

Computational details

All calculations were carried out with Amsterdam Density
Functional (ADF) engine®™®® from AMS2021%® software
package. The Becke-Perdew (BP86) XC functional®®®® with dis-
persion correction Grimme3 BJDAMP®® was used. The triple-
zeta polarized slater type (TZP) basis set with large frozen
cores from ADF basis set library®” was used and numerical
quality is set to normal. The scalar relativistic effects were
accounted for by the zeroth-order regular approximation
(ZORA).***° Geometry optimization was performed where only
carbene molecule and topmost Au atom were relaxed. The
structure and normal modes diagrams were plotted using
PyMOL.”°

Synthetic details

Synthesis of (4S,5S)-1,3-diisopropyl-4,5-diphenylethanedi-
amine (1). (15,25)-(-)-1,2-Diphenylethylenediamine (1.013 g,
4.769 mmol, 1 eq.) was added to a 35 mL thick-walled glass
pressure tube. Sodium carbonate (1.264 g, 11.93 mmol, 2.5
eq.), 2-iodopropane (1.19 mL, 11.9 mmol, 2.5 eq.), and aceto-
nitrile (15 mL) were then added. The pressure tube was sealed
with Teflon screw cap and stirred at 82 °C for 72 hours. The
glass tube was then cooled to room temperature and the
solvent was removed using a rotary evaporator. The solid was
then extracted using 3 x 10 mL dichloromethane and then fil-
tered over Celite. The filtrate was concentrated to dryness
under vacuum to yield a pale yellow waxy solid. The solid was
used without any further purification (0.689 g, 49.1% yield).

'H NMR (CDCl;, 500 MHz): § 7.27 (m, 6H), 7.13 (m, 4H),
3.98 (s, 2H), 2.53 (m, J = 6.7 Hz, 2H), 0.91 (d, J = 6.3 Hz, 6H),
0.89 (d, J = 6.3 Hz, 6H). "*C NMR (CDCl;, 126 MHz): § 128.39,
128.22, 127.42, 65.29, 45.78, 24.21, 21.84. IR: 3309, 3023, 2958,
1602, 1492, 1465, 1451, 1435, 1379, 1363, 1337, 1277, 1269,
1238, 1170, 1142, 1123, 1069, 1026, 913, 864, 835, 812, 779,
756, 724, 695 cm™ ', DART HRMS (m/z2): [M + H]": (CpoHpoN,)":
297.2328 (found), (C,oH,oN,)": 297.2331 (calculated).

Inorg. Chem. Front., 2023, 10, 6282-6293 | 6287
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Synthesis of meso-1,3-diisopropyl-4,5-diphenylethanedi-
amine (2). meso-1,2-Diphenylethylenediamine (1.00 g,
4.70 mmol, 1 eq.) was added to a 35 mL thick-walled glass
pressure tube. Sodium carbonate (1.247 g, 11.77 mmol, 2.5
eq.), 2-iodopropane (1.18 mL, 11.8 mmol, 2.5 eq.), and aceto-
nitrile (15 mL) were then added. The pressure tube was sealed
with Teflon screw cap and stirred at 82 °C for 72 hours. The
glass tube was then cooled to room temperature and the
solvent was removed using a rotary evaporator. The pale-yellow
solid was then extracted using 3 x 10 mL dichloromethane and
then filtered over Celite. The filtrate was concentrated to
dryness under vacuum to get a pale-yellow solid. This crude
product was purified via column chromatography on silica-gel
that had been treated with 1% triethylamine with an eluant of
1:1 ethyl acetate and hexanes. Removing the solvent via rotary
evaporation yielded the pure product as an off-white powder.
(0.342 g, 20.2% yield).

'H NMR (CD,Cl,, 500 MHz): § 7.24 (m, 6H), 7.14 (m, 4H),
3.87 (s, 2H), 2.45 (sept, J = 6.4 Hz, 2H), 0.85 (dd, J = 7.4, 6.2 Hz,
12H). *C NMR (CD,Cl,, 126 MHz): § 142.49, 128.89, 128.41,
127.47, 66.00, 46.04, 24.52, 22.23. IR: 2964, 1455, 1385, 1282,
1237, 1223, 1162, 799, 758, 703 cm™ . DART HR MS (m/z): [M +
H]": (Ch0HyoN,)": 297.2318 (found), (CpoHoN,)': 297.2331
(calculated).

Synthesis of (4S,55)-1,3-diisopropyl-4,5-diphenylimidazoli-
nium chloride (3a). Compound 1 (3.94 g, 13.4 mmol, 1 eq.)
was added along with ammonium chloride (NH,CI) (0.716 g,
13.4 mmol, 1 eq.) in a 250 mL round bottom flask. Excess
triethyl orthoformate (52.3 mL, 314.9 mmol, 23.5 eq.) was
added and the mixture was stirred vigorously. 2-3 drops of
formic acid were then added. The solution was refluxed over-
night at 142 °C. Upon cooling the solution to room tempera-
ture, diethyl ether (~50 mL) was added causing a white solid
to precipitate. The solid was collected on a medium 30 mL
porosity frit and washed with additional diethyl ether (3 x
10 mL) to obtain the pure product as a white powder (3.17 g,
69.0% yield).

'H NMR (CD,Cl,, 500 MHz): § 10.01 (s, 1H), 7.49 (m, 6H),
7.29 (m, 4H), 4.92 (s, 2H), 3.93 (sept, J = 6.8 Hz, 2H), 1.58 (d, J
= 6.7 Hz, 6H), 1.24 (d, J = 6.6 Hz, 6H). >C NMR (CD,Cl,,
126 MHz): § 156.30, 137.21, 130.61, 130.47, 127.50, 73.10,
51.19, 22.03, 21.84. IR: 2975, 2876, 1627, 1495, 1455, 1391,
1370, 1343, 1269, 1228, 1211, 1177, 1118, 1080, 1045, 931, 641,
615, 755, 665 cm~*. MALDI HR MS (C,;H,,N,)": 307.2178
(found), (C51H,,N,)": 307.2169 (calculated).

Synthesis of (4S,55)-1,3-diisopropyl-4,5-diphenylimidazoli-
nium hexafluorophosphate (3b). Compound 1 (10.99 g,
37.35 mmol, 1 eq.) was added along with ammonium hexa-
fluorophosphate (NH,PF;) (6.088 g, 37.35 mmol, 1 eq.) in a
500 mL round bottom flask. Excess triethyl orthoformate
(142.9 mL, 877.7 mmol, 23.5 eq.) was added and the mixture
was stirred vigorously. 2-3 drops of formic acid were then
added. The solution was refluxed overnight at 142 °C. Upon
cooling the solution to room temperature, diethyl ether
(150 mL) was added in excess causing pale-yellow solid to pre-
cipitate. The solid was collected on a medium 60 mL porosity
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frit and washed with additional diethyl ether (3 x 10 mL) to
obtain the pure product as a pale yellow solid. (11.18 g,
65.61% yield). Crystals suitable for single crystal XRD were
grown by vapor diffusion from THF : Et,O.

'"H NMR (CD5CN, 500 MHz): § 8.24 (s, 1H), 7.50 (m, 6H),
7.34 (m, 4H), 5.11 (s, 2H), 3.54 (sept, J = 6.6 Hz, 2H), 1.37 (d,
J = 6.8 Hz, 6H), 1.20 (d, J = 6.6 Hz, 6H). "*C NMR (CD;CN,
126 MHz): § 154.86, 137.36, 130.90, 130.62, 128.42, 73.13,
50.93, 21.55, 21.09. '°F NMR (CD3CN, 470 MHz): § —73.00 (d,
J =706 Hz). >'P NMR (CD;CN, 202 MHz): § —144.62 (pent, J =
706 Hz). IR: 2985, 1725, 1632, 1497, 1457, 1397, 1379, 1270,

1222, 1179, 1120, 755.97, 700 cm . MALDI HR MS
(C;1HyyN,)™: 307.2174  (found), (CpHoyN,)":  307.2169
(calculated).

Synthesis of meso-1,3-diisopropyl-4,5-diphenylimidazoli-

nium chloride (4a). Compound 2 (2.36 g, 8.02 mmol, 1 eq.)
was added to a 250 mL round bottom flask along with
ammonium chloride (0.43 g, 8.02 mmol, 1 eq.). Triethyl ortho-
formate (31.3 mL, 23.5 eq.) was added in excess and the
mixture was stirred vigorously. 2-3 drops of formic acid were
added, and the mixture was refluxed overnight at 142 °C.
60 mL of diethyl ether was added upon cooling the reaction
mixture to room temperature resulting in the formation of
white precipitates. The solid was collected over medium 60 mL
porosity frit and washed with 3 x 10 mL diethyl ether to obtain
pure product (1.59 g, 58.0% yield).

'H NMR (CD,Cl,, 500 MHz): § 9.42 (s, 1H), 7.14 (m, 6H),
7.00 (m, 4H), 5.89 (s, 2H), 3.76 (sept, J = 6.7 Hz, 2H), 1.71 (d,
J = 6.8 Hz, 6H), 1.37 (d, J = 6.6 Hz, 6H). *C NMR (CD,Cl,,
126 MHz): § 156.58, 131.93, 129.43, 129.05, 128.95, 69.30,
50.85, 21.95, 21.85. IR: 2972, 1630, 1583, 1494, 1455, 1393,
1374, 1341, 1268, 1230, 1177, 1129, 1079, 1050, 928, 856, 772,
749, 702 cm™'. MALDI HR MS (C,;H,,N,)": 307.2172 (found),
(C21H3,N,)™: 307.2169 (calculated).

Synthesis of meso-1,3-diisopropyl-4,5-diphenylimidazoli-
nium hexafluorophosphate (4b). Compound 2 (1.00 g,
3.39 mmol, 1 eq.) was added to a 100 mL round bottom flask
along with ammonium hexafluorophosphate (0.55 g,
3.39 mmol, 1 eq.) and excess triethyl orthoformate (15 mlL,
23.5 eq.). 2-3 drops of formic acid were then added. The reac-
tion was refluxed overnight at 142 °C while continuously stir-
ring. Addition of diethyl ether (50 mL) resulted in formation of
white precipitates. The white solid was filtered over medium
30 mL porosity frit and was washed (3 x 10 mL) with diethyl
ether to obtain pure product (1.16 g, 75.8% yield).

'H NMR (CD;CN, 500 MHz): 6 8.30 (s, 1H), 7.15 (m, 6H),
6.99 (m, 4H), 5.75 (s, 2H), 3.49 (sept, J = 6.7 Hz, 2H), 1.49 (d,
J = 6.7 Hz, 6H), 1.23 (d, J = 6.5 Hz, 6H). '*C NMR (CD;CN,
126 MHz): § 156.15, 132.84, 129.74, 129.57, 129.36, 69.35,
50.68, 21.48, 20.96. '°F NMR (CD;CN, 470 MHz): § —73.00 (d,
J =706 Hz). *'P NMR (CD;CN, 202 MHz): § —144.63 (sept, J =
706 Hz) IR: 2972, 1632, 1584, 1495, 1455, 1375, 1266, 1178,
1129, 774, 702 cm~'. MALDI HR MS (C,,H,,N,)": 307.2169
(found), (C,,H,,N,)": 307.2169 (calculated).

Synthesis of 1,3-diisopropyl-4,5-diphenylimidazolium hexa-
fluorophosphate  (5).  4,5-Diphenylimidazole (1.00 g,

This journal is © the Partner Organisations 2023


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d3qi01541f

Open Access Article. Published on 26 september 2023. Downloaded on 17.7.2025 20:37:13.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Inorganic Chemistry Frontiers

4.419 mmol, 1 eq.) was added to a 35 mL thick-walled pressur-
ized tube. 2-Iodopropane (8.6 mL, 88.38 mmol, 20 eq.) was
then added in excess followed by potassium carbonate
(0.916 g, 6.63 mmol, 1.5 eq.) and acetonitrile (5 mL). The
pressure tube was sealed with a Teflon cap and was stirred at
120 °C for 72 hours. The glass tube was then cooled to room
temperature and the solvent was removed using a rotary evap-
orator. The brown solid was then extracted using 3 x 30 mL di-
chloromethane and then filtered over Celite. The filtrate was
evaporated to dryness and the brown powder was dissolved in
minimum amount of acetonitrile (5 mL). The product was tri-
turated by adding diethyl ether (50 mL) yielding a pale-yellow
powder of 1,3-diisopropyl-4,5-diphenylimidazolium iodide
(1.64 g, 85.6% yield).

The above yellow powder (0.80 g, 1.85 mmol, 1 eq.) was dis-
solved in 25 mL of dimethyl sulfoxide in a 1 L Erlenmeyer
flask and a stir bar was added to it. Potassium hexafluoro-
phosphate (5.436 g, 29.53 mmol, 16 eq.), DI water (300 mL),
and a stir bar was added to another 500 mL beaker.
After both the solutions had stirred for 5 min, the KPFg solu-
tion was added to the solution in first beaker resulting in the
formation of white solid. The white solid was additionally
washed with 50 mL of DI water and 100 mL of diethyl ether.
The product was further dried under vacuum until all the vola-
tiles were removed to obtain pure compound 5 (0.799 g, 96%
yield).

"H NMR (CD;CN, 500 MHz): § 8.71 (s, 1H), 7.45 (m, 6H),
7.37 (m, 4H), 4.40 (sept, J = 6.7 Hz, 2H), 1.48 (d, J = 6.7 Hz,
12H). *C NMR (CDsCN, 126 MHz): § 132.90, 132.07, 131.34,
131.24, 129.98, 126.63, 52.14, 23.16. “F NMR (CD;CN,
470 MHz): § —73.00 (d, J = 706 Hz). *'P NMR (CD;CN,
202 MHz): § —144.61 (pent, J = 706 Hz) IR: 3151, 1550, 1466,
1446, 1398, 1381, 1363, 1340, 1254, 1191, 1169, 1077, 1013,
942, 794, 761, 750, 736, 699, 664. MALDI HR MS (C,;H,5N,)":
305.2011 (found), (C,1H,,N,)": 305.2018 (calculated).

Synthesis of 6-CO,. Compound 3b (0.200 g, 0.442 mmol, 1
eq.) was dissolved in a 20 mL vial in 10 mL of THF and solid
potassium  bis(trimethylsilyl)amide (KHMDS) (0.0881 g,
0.442 mmol, 1 eq.) was added to the vial. The reaction mixture
was stirred overnight at room temperature in a glove box. The
solvent was then removed under vacuum. The residue was
extracted with 15 mL of pentane and filtered using 15 mL
medium porosity frit over a short Celite plug into a 50 mL
Schlenk flask. The Schlenk flask containing the free carbene
solution in pentane was removed from glove box and excess
CO, gas was added for 15 min under constant stirring. Upon
addition of CO,, the solution turned cloudy, and the white
solid formed shortly thereafter. The Schlenk flask was returned
to the glovebox and the solid was filtered over fine 15 mL frit
and rinsed with pentane. The white solid was dried under
vacuum for 5 minutes to yield the product (0.063 g, 41%
yield).

'H NMR (CD,Cl,, 500 MHz): § 7.46 (m, 6H), 7.31 (m, 4H),
4.67 (s, 2H), 4.35 (sept, J = 6.8 Hz, 2H), 1.31 (d, J = 6.7 Hz, 6H),
0.89 (d, J = 6.9 Hz, 6H). "*C NMR (CD,Cl,,126 MHz): § 164.89,
156.93, 139.91, 130.12, 129.85, 126.45, 70.14, 50.77, 22.20,
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20.92. IR: 2975, 1672, 1586, 1547, 1517, 1496, 1454, 1392,
1370, 1336, 1291, 1273, 1242, 1169, 1132, 1079, 1030, 1018,
976, 932, 913, 867, 805, 788, 761, 706, 696, 664, 635, 621, 611,
595, 576, 557 cm ™.

Synthesis of 7-CO,. Compound 4a (0.200 g, 0.5765 mmol, 1
eq.) was dissolved in 10 mL of THF and KHMDS (0.1150 g,
0.5765 mmol) was added to the reaction vial. The mixture was
stirred in the glove overnight at room temperature. The reac-
tion mixture was concentrated under vacuum and the residue
was then extracted with 15 mL of pentane. The pentane solu-
tion was filtered over a Celite plug into 50 mL Schlenk flask.
The flask was brought out of the box and CO, gas was passed
constantly over 15 minutes under continuous stirring. The
solution turned cloudy, and the white precipitates formed
soon after. The flask was returned to the glove box and the
white precipitates were filtered over fine 15 mL porosity frit.
The white solid was dried for a very short time under vacuum
to obtain the product (0.093 g, 48.27% yield),

'H NMR (CD,Cl,, 500 MHz): § 7.14 (m, 6H), 6.95 (m, 4H),
5.33 (s, 2H), 4.10 (sept, J = 6.8 Hz, 2H), 1.41 (d, J = 6.8 Hz, 6H),
1.13 (d, J = 6.8 Hz, 6H). *C NMR (CD,Cl,, 126 MHz): § 167.90,
157.50, 133.37, 129.11, 128.96, 128.64, 67.99, 51.04, 21.73,
20.80. IR: 2981, 2171, 1672, 1588, 1550, 1495, 1456, 1394,
1373, 1326, 1283, 1212, 1163, 1130, 1025, 985, 927, 858, 796,
777,759, 707, 649 cm™".

Synthesis of 8-CO,. Compound 5 (0.200 g, 0.444 mmol, 1
eq.) was suspended in a 20 mL vial in 10 mL of THF and solid
KHMDS (0.0886 g, 0.444 mmol, 1 eq.) was added. The reaction
mixture was stirred overnight at room temperature in a glove
box. The reaction mixture was then filtered using 15 mL
medium porosity frit over Celite into a 50 mL Schlenk flask.
The Schlenk flask containing the free carbene solution in
pentane was removed from glove box and excess CO, gas was
added for 30 min under constant stirring. Upon addition of
CO,, the solution turned cloudy. The Schlenk flask was
returned to the glovebox and the white solid was filtered over
fine 15 mL frit. The product was additionally washed with
diethyl ether (3 x 10 mL) to obtain a white powder (0.075 g,
48% yield).

'H NMR (CDCl;, 500 MHz): § 7.41 (m, 6H), 7.25 (d, 4H),
4.45 (sept, J = 6.8 Hz, 2H), 1.69 (d, J = 6.8 Hz, 12H). *C NMR
(CDCl3, 126 MHz): § 131.63, 130.84, 130.50, 129.35, 125.43,
52.11, 23.27. IR: 2979, 2937, 1668, 1623, 1548, 1463, 1443,
1370, 1298, 1262, 1203, 1120, 1075, 1010, 979, 936, 835, 796,
768, 737, 722, 704, 686, 669 cm™ .

Preparation of gold mirrors

Gold mirrors were prepared in house using a physical vapor
deposition system equipped with a quartz crystal microbalance
(Nano36, Kurt J. Lesker). Glass substrates were cleaned with
piranha acid (caution, extremely hazardous) made by mixing
concentrated sulfuric acid (VWR) and 30% hydrogen peroxide
(VWR) at a 4: 1 ratio. Slides were rinsed with copious amounts
of water and mounted on the deposition platform. 5 nm of
chromium (Kurt J. Lesker) and then 38 nm of gold (Kurt
J. Lesker) were deposited via thermal evaporation at a base
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pressure of <10~> Torr. Gold coated substrates were rinsed
with reagent alcohol, then water, and finally blown dry with
nitrogen prior to use.

Citrate-capped gold nanoparticle synthesis

60 nm quasi-spherical AuNPs were synthesized according to a
modified Frens method.”"”* 180 mL of 0.01% by weight tetra-
chloroaurate trihydrate salt (Sigma Aldrich) was brought to a
boil. Then 120 pL of 1% by weight trisodium citrate (Sigma
Aldrich) was added under vigorous stirring. The solution was
kept at a boil for 30 minutes. The suspension was then
allowed to cool to room temperature slowly. Ultrapure water
(>18 MQ) was generated using a Thermo Fisher Barnstead
System in house and used for nanoparticle synthesis. All
Glassware used for nanoparticle synthesis was cleaned using
Aqua Regia (caution, extremely dangerous) and rinsed with
ultrapure water prior to use.

Deposition of NHC-CO, adducts onto gold mirrors

NHC-CO, adducts were deposited onto gold mirrors in a
vacuum oven (National Appliance) at between 105 and 120 °C.
Gold mirrors were cut into 12.5 x 12.5 mm squares using a
glass cutting knife and cleaned with 0.5 M sulfuric acid prior
to use. Approximately, 1 to 2 mg of the solid powder was
placed directly onto the mirror and heated under vacuum (<5
Torr) for at least 12 minutes. The substrates were rinsed with
reagent alcohol, then water, and finally blown dry with nitro-
gen. For SERS analysis, 100 pL of 60 nm, citrate-capped gold
nanoparticles (AuNPs) were deposited onto the gold mirror
and allowed to dry overnight. Finally, the substrates were
rinsed again with reagent alcohol, then water, and dried with
nitrogen. As a control, gold nanoparticles were drop-cast onto
a gold mirror and allowed to dry.
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