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ABSTRACT: sp3-Carbon nanothreads (sp3-CNTh) have at-
tracted broad attention due to their one-dimensional diamond-
based structure and predicted excellent mechanical and electrical
properties. The quality of CNTh is significantly affected by defects
and disorders, and the synthesis of ordered CNTh is still very
challenging. Here, we successfully synthesized an orderly stacked
fused-ring CNTh from azulene, with an obvious color change from
blue to orange. At 1.2 GPa, azulene underwent a phase transition,
as identified by in situ spectroscopy and X-ray diffraction (XRD).
Above 15 GPa, azulene reacted irreversibly, forming an orderly
stacked CNTh, confirmed by XRD and transmission electron microscopy. Solid-state nuclear magnetic resonance of CNTh revealed
the presence of both sp2- and sp3-C. Our study reported an orderly stacked fused-ring CNTh and elucidated its formation through a
high-pressure chemical reaction of azulene, which gives new insights into the pressure-induced polymerization of aromatics and is of
benefit for designing and synthesizing new CNThs.

■ INTRODUCTION
The sp3-carbon nanothread (sp3-CNTh) is a one-dimensional
(1D) sp3 hydrocarbon, which was first identified in the
pressure-induced polymerization product of benzene in 2015.1

It was predicted to possess excellent strength and tough-
ness,2−4 as well as large band gap and high thermal
conductivity,5−7 making it a promising candidate for
applications in sensors,8 nanoelectromechanical systems, and
energy storage devices.2,9 However, benzene is herringbone-
stacked at high pressure and the similar reactivity of its six
carbon atoms leads to competing reaction pathways and
complex product structures,10−12 limiting the investigation of
its novel properties and exploration of its application. Recently,
several crystalline CNThs have been synthesized successively,
including furan,13,14 2,5-furandicarboxylic acid,15,16 aniline,
etc.,17 which employed heteroatoms to enhance selectivity and
emphasized the importance of intermolecular interactions on
molecular stacking, reaction processes, and crystalline prod-
ucts.
Electrostatic interaction is an important tool for modulating

intermolecular stacking in crystal engineering. For example, in
the benzene-hexafluorobenzene cocrystal, the strong electron-
withdrawing effect of fluorine atoms in hexafluorobenzene
results in opposite multipole (quadrupole moments) compared
to benzene, which attracts them to each other along the normal
of their planes and results in a face-to-face columnar stacking.18

This intermolecular interaction is widely used in biological and
chemical fields such as molecular recognition and self-

assembly.19,20 Similarly, 1:1 naphthalene/octafluoronaphtha-
lene21,22 and anthracene/octafluoronaphthalene22 cocrystals
maintain parallel displaced π···π stacking instead of the T-
shaped interactions under high pressure, transforming into an
ordered CNTh product. This strategy provides a novel and
competitive approach to regulating molecular stacking and
product structure under high pressure.
Azulene (C10H8) is an aromatic tautomer of naphthalene,

consisting of a seven- and five-membered ring. This unique
molecular structure has many different properties in terms of
color, molecular orbital structure, and reaction selectivity,
making it valuable for constructing organic functional materials
with special optical activity.23,24 More importantly, the
electron-rich five-membered ring and electron-deficient
seven-membered ring create a large dipole moment (1.08 D)
between the two rings (Figure 1a).25 This makes it promising
to form an antiparallel stacking, where the five-membered ring
is close to the seven-membered ring of its neighbor (Figure
1b)26 and is expected to polymerize toward an ordered CNTh
product under high pressure without introducing heteroatoms.
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In this study, we investigated the structure evolution and
chemical reaction of azulene under high pressure using in situ
Raman, infrared (IR), and UV−vis absorption spectroscopy
and X-ray diffraction (XRD), as well as ex situ transmission
electron microscopy (TEM), pair distribution function (PDF),
and solid-state nuclear magnetic resonance (ssNMR). We
found that azulene experienced a phase transition at ∼1.2 GPa,
started polymerization at 15 GPa, and produced a fused-ring
CNTh with excellent interthread order, likely related to
intermolecular electrostatic interactions. Our study demon-
strates that azulene, a molecule of historical interest, can serve
as an effective precursor for constructing CNTh materials and
highlights the importance of introducing a large dipole
moment as a strategy for designing and synthesizing ordered
CNThs.

■ METHODS
Materials and Synthesis of PE-20 Using a Paris-

Edinburgh Press. Azulene (C10H8, 99%) was purchased from
Alfa Aesar and used without further purification. The purity
and crystalline phase were checked by powder XRD with
Rietveld refinement, as shown in Figure S1. The large-volume
product (PE-20) was synthesized using a VX3 Paris-Edinburg
(PE) press under 20 GPa, equipped with double-toroidal (4
mm in diameter) diamond anvils and nonencapsulated T301
stainless-steel gaskets. The pressure was estimated from the
Edinburgh group calibration curve, with an oil pressure of 1600
bar corresponding to 20 GPa on the sample.27 An automatic
hydraulic oil syringe pump was used to drive the system at 10
mL/min below 100 bar, 8 bar/min from 100 to 400 bar, 6 bar/
min from 400 to 800 bar, 4 bar/min from 800 to 1000 bar, 2
bar/min from 1000 to 1200 bar, 1 bar/min from 1200 to 1400
bar, and 0.5 bar/min from 1400 to 1600 bar. Then it was
decompressed to ambient conditions at the same rates. The
unreacted azulene was dissolved and removed by ethanol.

High-Pressure Experiments. A symmetric diamond anvil
cell (DAC) with 400 μm culet-type Ia diamonds was used for
Raman and XRD experiments. Type IIa diamonds were used
for IR and ultraviolet−visible (UV−vis) spectroscopy experi-
ments. T301 stainless-steel gaskets were preindented to a
thickness of 40 μm, and holes with d = 200 μm were drilled in
the center of the indentation to serve as the sample chamber.
The pressure was determined by measuring ruby fluores-

cence.28 No pressure-transmitting medium was used for in situ
Raman, IR spectroscopy, and synchrotron XRD measurements.
Silicone oil was used as the pressure-transmitting medium for
in situ UV−vis spectroscopy.

Raman, IR, and UV−vis Spectroscopy. In situ Raman
experiments were performed on a Renishaw Raman micro-
scope with a 785 nm line of Nd/YAG laser as the excitation
source. The system was calibrated by the signal of silicon. IR
experiments were performed in transmission mode on a Bruker
VERTEX 70v FTIR spectrometer equipped with a HYPER-
ION 2000 microscope. A Globar source was used, and spectra
were collected in the range of 600−4000 cm−1 with a
resolution of 2 cm−1. The absorption of the empty DAC
collected in the same aperture region was used as the
background. UV−vis absorption experiments and optical
images were collected in a home-designed spectroscopy system
in the microregion (built by Ideaoptics) with a xenon light
source from 200 to 1700 nm.

XRD and TEM. The in situ synchrotron XRD patterns
under high pressure were collected at the beamline 4W2 of the
Beijing Synchrotron Radiation Facility. The incident X-ray
beam was monochromatized to a wavelength of 0.6199 Å, and
the instrument was calibrated by CeO2. The data were reduced
by Dioptas software.29 Jana 2006 and TOPAS V6 software
were used for Rietveld refinements.30 In the refinements, the
azulene molecule was restrained as a rigid body. Laboratory
XRD data were recorded on a PANalytical Empyrean
diffractometer with monochromated Cu Kα radiation (λ =
1.5418 Å). TEM and selected area electron diffraction (SAED)
experiments were performed on a JEM-2000 microscope under
an accelerating voltage of 80 kV.

13C Solid-State Nuclear Magnetic Resonance. ssNMR
experiments were performed on a Bruker Avance NEO 400
MHz NMR spectrometer. The sample was filled in 3.2 mm
ZrO2 rotors. The quantitative 13C NMR spectrum was
measured using multiCP at 14 kHz magic angle spinning
(MAS). The contact time and recycling delay were 2500 μs
and 3 s, respectively.12,31 The cross-polarization (1H−13C)
(CP) nonquaternary suppression (NQS) 13C NMR spectrum
was collected with the addition of a dipolar dephasing delay of
60 μs at a MAS frequency of 10 kHz. The contact time and
recycling delay were 2500 μs and 3 s, respectively. The 13C
chemical shifts were referenced to the methylene carbon of
adamantane at 38.48 ppm. The sample temperature during the
NMR experiments was about 300 K, and spectra were analyzed
by using TopSpin and MestReNova software. The sp2- and sp3-
C contents in the sample were determined by peak integration
of the MultiCP data using MestReNova software. Based on the
NMR discussions, a CNTh model was constructed. Then the
computation (optimization/shielding tensor) was performed
on a model with five layers using Gaussian 09 at the M06-2X/
6-31G(d)//mPW1PW91/6-31G(d) level of theory.32,33

Total X-ray Scattering. Synchrotron total X-ray scattering
data were collected on PE-20 at the 11-ID-B beamline of the
Advanced Photon Source at the Argonne National Laboratory.
The powder sample (∼10 mg) was loaded into a polyimide
capillary. The incident X-ray beam was monochromatized to a
wavelength of 0.2115 Å, and the instrument was calibrated by
CeO2. Dioptas software was used to reduce the collected 2D
data and subtract the background of an empty capillary.29 The
PDF G(r) data was reduced by PDF getX3 software34 with a
Qmax of 24.6 Å−1.

Figure 1. Structure of azulene. (a) Azulene and its polarized
resonance structure with the dipole moment. (b) Antiparallel
configuration of azulene dimers. (c) Disordered crystal structure of
azulene at ambient conditions, with a 50% atomic occupancy.
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Density Functional Theory Calculations. Density func-
tional theory (DFT) calculations were performed to investigate
the reaction process of azulene in the Cambridge sequential
total energy package code.35 The critical structure at threshold
reaction pressure (12.2 GPa) of azulene was optimized with a
space group P21 lattice (a = 6.61 Å, b = 5.49 Å, c = 7.09 Å, and
β = 96.69°) based on the in situ XRD experiment. Generalized
gradient approximation and the Perdew−Burke−Ernzerhof
exchange−correlation functional were used.36 The cutoff
energy was set to 720 eV, and the k-point solution was better
than 0.05 × 2π A−1.

■ RESULTS AND DISCUSSION
Synthesis of CNTh and XRD Analysis. At ambient

conditions, azulene crystallizes in a monoclinic lattice (P21/c, a
= 9.94 Å, b = 5.98 Å, c = 7.88 Å, and β = 129.53°). The azulene
molecules are parallelly stacked with some disordered
antiphase orientations (Figure 1c).37,38 We directly com-
pressed azulene using a PE press to 20 GPa. After recovering to
ambient conditions, we removed the unreacted azulene with
ethanol, and ∼10 mg of an orange solid product (PE-20) was
obtained. The different colors between PE-20 and azulene
(blue) indicate a reaction. Since the blue color of azulene
originates from the gap between the ground state (S0) to the
first excited state (S0 → S1) and S0 → S2,

39,40 the orange color
of the product suggests a drastic irreversible change of electron
energy levels, which is also verified by subsequent UV−vis
absorption spectra. This observation aligns with numerous
reports, indicating that changes in the structure of azulene lead
to corresponding changes in absorption.41−43

The XRD data of PE-20 show a series of diffraction peaks at
7.7, 6.7, 4.8, and 3.9 Å. The peaks at 7.7 and 3.9 Å almost
overlap with the 100 and 200 peaks of azulene, and the new 6.7
Å peak indicates the formation of a new structure. This
“partially preserved” XRD pattern is a typical feature of high-

pressure topochemical reactions (Figure 2a), indicating that
polymerization extended along one dimension while the
ordering along the a-axis remained almost unchanged. Such
features of topochemical reaction are supported by many
studies on 1,4-diphenylbutadiyne, azobenzene, s-triazine, and
others.44−46 For example, in the single-crystal polymerization
of C10H8·C10F8,

21 the retention of single-crystal diffractions
perpendicular to the direction of polymerization propagation
reveals the preservation of long-range order, and the positions
of the diffraction points in the XRD image show that the
overall topology of the stacked monomers is preserved in the
extended CNThs. Similarly, in the topochemical reaction of
2,5-furandicarboxylic acid,15,16 the molecules polymerized
along the c-direction, and the hk0 diffractions of the
nanothread product almost coincide with the precursor, similar
to the case of azulene. Additionally, the loss of high-angle
Bragg peaks in the product also coincides with the formation of
a nanothread structure as the nanothread often lacks precise
atomic ordering, which is also a feature observed in
disubstituted benzene CNThs.47 Combining the above
discussion, we can propose the 1-D polymerization of azulene.

Electron Diffraction and Microscopy. The CNTh
structure was further demonstrated by SAED and HRTEM.
As depicted in Figure 2b, the product exhibits a SAED pattern
with pseudohexagonal symmetry, providing compelling
evidence that nanothreads were formed with quasi-hexagonal
packing. This is similar to those observed in benzene, aniline, s-
triazine, phenol/pentafluorophenol cocrystals, and pyridine
CNThs,13,17,46,48,49 where a (pseudo-)6-fold diffraction pattern
was observed. This pseudohexagonal hk0 diffraction feature
results from the pseudohexagonal stacking of the threads. The
interthread interactions are typically very weak and cannot
maintain ordering along the thread direction, so hkl (l ≠ 0)
diffractions are absent. The observed diffractions with d = 7.8,
7.0, and 6.7 Å are indexed as 100, −110, and 010, accordingly,

Figure 2. Crystallographic characterization of PE-20. (a) Lab XRD patterns of PE-20 and azulene. The inset displays the fitting result for the
overlapping regions. (b) SAED pattern showing pseudohexagonal symmetry. (c) High-resolution transmission electron microscopy (HRTEM)
image with the inset line profile and fast Fourier transform (FFT) pattern, revealing the 1-D structure. (d) HRTEM pattern of azulene DNTh
viewed along the axis of the thread. The inset shows the FFT image. (e) Schematic plot for the proposed packings of azulene-CNTh, including a
hypothetical intrathread structure to simulate the shape of the thread.
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corresponding to the projection along the thread direction.
These d-values are consistent with the XRD results, suggesting
that a peak at 7.0 Å presented in the XRD pattern, which was
then identified by fitting of the overlapped peaks (Figure 2a).
The SAED pattern also shows high-order diffractions, with the
minimum d-spacing down to 3.3 Å (020). This contrasts with
many previous studies of aromatic CNThs, like furan, phenol/
pentafluorophenol cocrystal, and pyridine, which show only
the first-order diffraction spots or rings at around d = 5−6
Å,13,48,49 and suggests significantly improved crystallinity of
azulene-CNTh. The good ordering should be attributed to the
oriented stacking of the molecules, which highlights the
intermolecular electrostatic interactions and the large nonrota-
tional fused-ring skeleton. For the ordering along the thread (c-
axis), no related diffraction was observed in XRD and SAED.
This suggests that either the intrathread structure or the shift
between the threads is disordered, making it impossible to
quantify the c-axis. This phenomenon has been observed in
numerous CNTh reports, such as those on benzene,1 furan,13

and pyridine nanothreads,49 where the diffraction points of hkl
(l ≠ 0) cannot be observed.
The thread formation is further confirmed by the HRTEM

image, which shows parallel striations (Figure 2c), indicating a
1D thread structure. These are similar to the polymerized
products of benzene,1 cubane,50 and aniline.17 The 7.4 Å
spacing between the striations is consistent with the diffraction
peak observed by the X-rays (d = 7.7 or 7.0 Å), considering
that TEM typically has an uncertainty in the length scale of
around 5%. We also observed the HRTEM pattern on the
cross-section of the thread (Figure 2d), whose FFT image
shows a pseudohexagonal pattern similar to the SAED pattern,
confirming consistency between these observations. The
difference in the d-spacing is attributed to the different
orientations of the domains. Combining the XRD and SAED
results, we conclude that the lattice of the product is a = 9.23

Å, b = 7.85 Å, and γ = 121.0°. The stacking of the CNThs was
then proposed with the observed hk0 diffractions correspond-
ing to the d-spacing of the interthread stacking shown in Figure
2e.

X-ray Total Scattering and NMR. To investigate the
intrathread structure and reaction mechanism, we performed
total X-ray scattering (Figures 3a and S2) and ssNMR
measurements. As shown in the PDF G(r) plot in Figure 3a,
the peak assigned to the C−C bond length shifts from 1.41 Å
in azulene to 1.53 Å in the product, highlighting a partial
transition from sp2-C to sp3-C. The peak at 2.49 Å is therefore
attributed to the C−C distance between the next closest
neighboring sp3 carbon atoms. Beyond ∼5 Å, the G(r) plot
shows a significant decay, primarily due to the lack of
correlation between atoms from neighboring threads. This
decay also suggests that the intrathread structure is short-range
ordered on the atomic scale.
The local intrathread structure was further analyzed by using

ssNMR. A quantitative 13C NMR spectrum was measured
using multiCP at 14 kHz MAS. It shows two bands at 49 and
130 ppm, corresponding to sp3-C and sp2-C, respectively
(Figure 3b). The sp3- and sp2-C contents in the sample were
obtained by peak integration of the MultiCP data using
MestReNova software, with the former accounting for 38% of
the total intensity (Figure S3). This suggests that, on average,
four carbon atoms per azulene molecule are converted to sp3-
C. We also collected the nonquaternary suppression (NQS)
NMR spectrum (Figure 3b), which only shows the peaks of
carbons not bonded to H (C9 and C10). It displays two bands
centered at 53 and 140 ppm, indicating the partial reaction of
C9 and C10 in azulene. The peak shapes of the NQS and
MultiCP spectra do not exactly overlap, which is attributed to
the different chemical shifts of carbons not bonded to H atoms
(C9 and C10) compared with those bonded to hydrogen
atoms (C1−C8) in the same hybridization case. For example,

Figure 3. (a) PDF G(r) plot of azulene and PE-20. (b) Quantitative multiCP and NQS 13C ssNMR spectra. The vertical bars represent the
simulated chemical shifts. (c) Proposed intrathread structure of azulene-CNTh.
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the sp2-C peak in NQS data shows a peak at 120−160 ppm,
whereas the peak in MultiCP data has a wider distribution at
110−160 ppm. Thus, the portion at 110−120 ppm, probably
extending to 140 ppm, is attributed to the sp2-carbons bonded
to hydrogen atoms (sp2-C−H, originating from unreacted C1−
C8) in the product. Similarly, the difference between MultiCP
and NQS at 20−70 ppm stems from the sp3-C−H. Therefore,
these data also suggest that C1−C8 partially reacts in azulene.
Based on these results, we have a deeper understanding of

the intrathread structure of the product: four carbon atoms in a
molecule transform into sp3-C on average, and both C9−C10
and C1−C8 partially transform into sp3-C. Here, we propose
one possible candidate CNTh model, where C3, C6, C7, and
C10 are sp3-hybridized, and the other atoms are sp2-hybridized
(Figure 3c). To compare the NMR shifts between the model
and experiment, we constructed a model with a length of five
molecular layers and simulated the NMR chemical shifts. As
shown in Figure 3b, the simulated chemical shifts match the
experimental results well. However, due to the disordered

structure present in the samples, more experimental evidence is
needed to determine the precise product structure.

In Situ Spectroscopy. To trace the polymerization
process, we first performed in situ Raman experiments, and
the detailed Raman peak assignments of azulene are listed in
Table S1 according to a previous study.51 As shown in Figure
4a,b, upon compression, the Raman peaks blue-shift slowly. At
1.2 GPa, the intensity of peaks at 439, 898, and 1446 cm−1

enhanced, which indicates a minor phase transition. Above
15.6 GPa, the intensity of most Raman peaks decreases and
disappears at higher pressure, suggesting the onset reaction
pressure of ∼15 GPa. After decompressing to ambient
conditions (Figure S4), the sample only shows a strong
photoluminescence signal, which evidences an irreversible
process.
The irreversible reaction process was also observed in IR

spectra (Figure 4c,d) and the assignments of IR peaks are
presented in Table S1. As shown in Figure 4d, at 1.5 GPa, a
shoulder peak emerged at 3090 cm−1 in the region of C−H

Figure 4. In situ Raman spectra of azulene upon compression in the spectral region of (a) 50−1250 cm−1 and (b) 1240−2000 cm−1; in situ IR
spectra upon compression in the spectral region of (c) 600−2000 cm−1 and (d) 2700−3400 cm−1. The new peaks are marked by asterisks. The
diamond Raman peaks from the DAC are removed for a better display.
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stretching, consistent with the phase transition in the Raman
spectra. Above 24.6 GPa, an obvious bulge emerged in the
region of sp3−C−H stretching (∼2989 cm−1), disclosing
polymerization. After decompressing to ambient conditions,
the IR spectrum of the product was consistent with that of PE-
20, with sp3 C−H vibration peaks at 2856, 2920, and 2956
cm−1, demonstrating the irreversible polymerization and sp3-
CH presented in the product (Figure S5). The weak peak at
3012 cm−1 suggests that parts of the C1−C8 atoms are
unreacted, resulting in residual sp2-CH, as observed in ssNMR.
While azulene is blue, the product appears orange, indicating

the change in absorption and electron energy level, as disclosed
by in situ UV−vis absorption spectroscopy experiments. At

ambient conditions, azulene exhibits a small energy gap
between the ground state S0 and the first excited state S1,
resulting from the nonmirror-related highest occupied
molecular orbital and lowest unoccupied molecular orbital
geometry that reduces the electronic repulsive interaction
(Figure 5a).39,40 Thus, S0 → S1 and S0 → S2 transitions of
azulene show two absorption bands in the visible range and
ultraviolet region, respectively, which endows it with a blue
color. Upon compression, the S0 → S2 absorption peak
gradually red-shifts, while the S0 → S1 absorption peak blue-
shifts slowly (Figure 5b). It suggests that the S0 → S2 gap
decreased and the S0 → S1 gap increased. Above 7.6 GPa, the
S0 → S1 absorption peak began to red-shift and overlapped

Figure 5. (a) Molecular orbitals of azulene, produced from the MolCalc website.53 (b) In situ UV−vis spectra of azulene upon compression. (c)
Tauc plot to determine the optical bandgap of azulene and the product, with extrapolation of the linear region estimating approximately 1.76 and
2.34 eV, respectively.

Figure 6. (a) In situ synchrotron XRD of azulene under high pressure. The evolution of (b) lattice parameters and (c) unit-cell volume of azulene
with pressure, with error bars. (d) Crystal structure of azulene at 12.2 GPa.
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with the S0 → S2 absorption peak. At 15 GPa, the intensity of
the absorption peak of azulene started to decrease, which
implies the onset of the reaction and is consistent with the
Raman and IR experiments. At 24.7 GPa, a new absorption
peak emerged at ∼400 nm and remained in the decompression
process (Figure S6), which is attributed to π → π* from sp2-C.
These sp2-C defects also result in a product with an optical
band gap of 2.34 eV (Figure 5c), which is much smaller than
that of fully saturated benzene CNThs (>4.0 eV)52 but larger
than that of azulene (1.76 eV).

In Situ XRD under High Pressure. To investigate the
structural evolution of azulene under high pressure, we
collected in situ synchrotron XRD patterns up to 38.8 GPa.
As shown in Figure 6a, from ambient pressure to 15 GPa, all
the diffraction peaks shifted to a high angle, attributed to the
compressed intermolecular distance. We then performed
Rietveld refinements starting from the ambient-pressure
structure (Figure S7 and Table S2−S4). The evolution of
the lattice parameters was obtained up to 12.2 GPa and the P−
V relationship data shows a discontinuity at ∼1.2 GPa (Figure
6b), which evidences the phase transition observed in Raman
and IR spectra. In addition, the curve shows a slight
discontinuity at 9 GPa, which could be related to another
minor phase transition or nonhydrostatic stress during
compression and still needs to be investigated further. Thus,
the P−V relationship in the region of 2.7 to 7.7 GPa was then
fitted using the third-order Birch−Murnaghan equation of state
(Figure 6c)
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where V0 is the unit cell volume at ambient pressure, B0 and B1
are the isothermal bulk modulus and its first pressure
derivative, with V0 = 346(1) Å3, B0 = 18(1) GPa, and B1 =
3.9(1). At 15.0 GPa, a new diffraction peak emerged at 6.4° (d
= 5.6 Å) and the intensity of the −111 peak of azulene
decreased obviously (Figure 6a), while the original 100 peak
remained, which demonstrates the reaction of azulene and the
generation of crystalline product. After being compressed to
38.8 GPa, all of the diffraction peaks are illegible.
To determine the critical structure of azulene, which refers

to the crystal structure immediately preceding the reaction, we
performed theoretical optimization combined with the cell
parameters obtained from the Le Bail fitting of the 12.2 GPa
data in XRD. In the calculations, to determine the exact
intermolecular distances, we used an ordered P21 symmetry
model.37 As shown in Figure 6d, the azulene molecules exhibit
a staggered stacking similar to the high-pressure phase of
benzene rather than a columnar stacking. The nearest
intermolecular C−C distances are determined with dC5···C2′ =
3.04 Å, dC8···C10′ = 3.09 Å, dC7···C10′ = 3.06 Å, and dC8···C4′ = 2.93
Å, which are close to the threshold distance of other
aromatics.54−56 Therefore, these closer pairs of carbon atoms
may be the preferred sites for the reaction.

■ CONCLUSIONS
In summary, the structural evolution and reaction process of
azulene upon compression were studied by in situ Raman, IR,

and UV−vis spectra as well as XRD. Above 15 GPa, azulene
experienced an irreversible reaction toward an orderly stacked
CNTh product. The PDF and NMR measurements revealed
that the product contains sp2- and sp3-C. The smallest d-
spacing of the CNThs was down to 3.3 Å, in obvious contrast
to many previous studies of the polyarene-CNThs. This should
be attributed to the oriented stacking of the molecules, which
is contributed by the intermolecular electrostatic interactions
and the large nonrotational fused-ring skeleton. Our studies
provide an important reference for understanding the reaction
of aromatics under high pressure and benefit the design and
synthesis of crystalline pure-carbon CNTh products. It also
highlights a new reaction of azulene induced by high pressure
and provides an alternative way to modify the electronic
structure of azulene.
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