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ABSTRACT: Crystallization is the process of atoms or molecules forming an organized solid via nucleation and growth. Being
intrinsically stochastic, the research at an atomistic level has been a huge experimental challenge. We report herein in situ detection
of a crystal nucleus forming during nucleation/growth of a NaCl nanocrystal, as video recorded in the interior of a vibrating conical
carbon nanotube at 20−40 ms frame−1 with localization precision of <0.1 nm. We saw NaCl units assembled to form a cluster
fluctuating between featureless and semiordered states, which suddenly formed a crystal. Subsequent crystal growth at 298 K and
shrinkage at 473 K took place also in a stochastic manner. Productive contributions of the graphitic surface and its mechanical
vibration have been experimentally indicated.

Self-organization of atoms and molecules into crystals plays
a key role in diverse areas of science and technology,1

biology,2,3 and the environment.4 Crystallization occurs in two
stages, nucleation and growth. Nucleation starts with a
clustering of the constituents and phase transition at a saddle
point of the potential energy surface5,6 illustrated as a simple
model in Figure 1a for homogeneous nucleation of NaCl in the
gas phase.7 As the size of a prenucleation cluster increases
toward a critical radius rc, there forms a critical nucleusa
transient species so far undetectable by experiments. Theory
has suggested that the nucleation process seen at an atomistic
or molecular level is stochastic,8 like any chemical reactions
analyzed at this level.9 Atomistic experimental studies of the
nucleation process have therefore been a huge challenge,10−13

and it has remained largely the subject of theory,14

simulation,15 and mimicry.16,17 A step forward in this challenge
has recently been provided by isolation from a bulk solution
and ex situ characterization of prenucleation clusters using
single-molecule atomic-resolution real-time electron micros-
copy (SMART-EM).18,19 We report herein in situ atomic-
resolution detection of a crystal nucleus forming during
nucleation/growth of a NaCl nanocrystal, which took place at
298 K in a few tens of nm3 vacuum space of a vibrating conical
carbon nanotube (CNT),20 as recorded at 20−40 ms frame−1

with localization precision of <0.1 nm.21 In a CNT at 298 K
studied on a transmission electron microscope (TEM), the
nucleation/growth took place nine times during 152 s (Figures
2 and 3). First, in the narrow apex region,22 a few NaCl units
gathered and grew to form a transient cluster with morphology
fluctuating between featureless and semiordered states,5 from
which suddenly emerged a crystal nucleus over the nine times
in a reproducible manner (Figure 2). The video images reveal
that the two-step mechanism of crystal nucleation may include
multiple nonproductive semiordered clusters forming before
the final cluster that produces a crystalline nucleus (Figure
1d).5 Homoepitaxial growth then took place stochastically as
the crystal vibrated in the CNT.8,23,24 At 473 K, a crystal was

found to shrink in a stochastic manner (Figure 4).25 We
anticipate that the SMART-EM setup26 provides a versatile
platform for studies of self-assembly and other chemical events
in atomistic details so far unachievable.27,28

Unlike previous works using a molten inorganic salt that
penetrates the entire interior of a narrow CNT,29 we
introduced aqueous NaCl into a CNT and removed water in
vacuo to grow a nanocrystal in the void space (e.g., Figure 1b).
To this end, we soaked a water-soluble aggregate of aminated
conical CNTs (carbon nanohorns)30 in saturated aq. NaCl at
25 °C for 24 h, dried it in vacuo (298 K, 0.5 h) and, upon
TEM analysis, found a single nanometer-sized NaCl crystal in a
CNT as also characterized by energy-dispersive X-ray
spectroscopic analysis (Figure S2). The crystals were found
in approximately 10% of the CNTs (no crystal found after 1 h
immersion in aq. NaCl). Thus, the diffusion of aq. NaCl into
the CNTs through an undetected structural defect is slow. The
CNT vibrated stochastically several times per second with an
amplitude of ± <0.1 nm (cf. Figure 1c, Figure S3, Movie S1),21

and this mechanical vibration was essential for the observed
crystal growth (see below).
Approximately 5% of several tens of NaCl crystals examined

were held tightly in cylindrical CNTs (always one crystal in
one CNT), and neither grew nor shrank during observation.
Figure 1b shows an example of such stable crystals seen as a
rectangular array of 40 dots, 20 NaCl units (denoted as (5,8)
crystal). The interatomic distance of 0.273(16)−0.277(8) nm
is slightly shorter than the distance of 0.2820(1) nm in a bulk
crystal at 298 K31 (Figure S4) as theoretically predicted.32
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Note that the crystal packing of inorganic crystals grown from
their molten salt in a CNT was strongly perturbed from the
one in the corresponding bulk crystal.29 The thickness (z)
would be close to the width (x) because of the circular cross
section of the CNT, minimization of surface energy (x ≈ y ≈
z), and neutrality of the crystal. Thus, the (5,8) crystal in
Figure 1b would contain 100 NaCl units (i.e., (5,8,5) crystal).
A preliminary gray value analysis, though the accuracy reduced
by image blurring, indicated that the nanocrystals have a
thickness of a few NaCl units, supporting the structure
assignment stated above.33

The rest (95%) of the NaCl crystals were found in vibrating
conical CNTs (cf. Figure 1c,d; Figure S5). In the conical
CNTs, but not in the cylindrical ones, we made a striking
observationspontaneous crystal nucleation and growth
taking place nine times at 298 K during 152 s (Figures 2
and 3). Figure 1d illustrates a rationale for the observed events.
Based on an average crystal growth rate of 24.4 NaCl s−1

(Figure 2d), we consider that numerous neutral NaCl
molecules translate back and forth in the CNT (the motions
are too fast to be seen), and become trapped in the narrow and
polarized conical apex.22 Thus, in the beginning (ii), a short-
lived semiordered cluster(s) made of several NaCl units forms,
breaks down to a disordered cluster (iii), reorganizes into a
larger semiordered cluster(s) (iv), and breaks down (v) until
phase transition to a (4,6) crystal (vi). We consider that a (4,6)
crystal is a (4,6,4) crystal comprising 48 NaCl units, in light of
a report on a 48 NaCl cluster forming among a series of stable
clusters of unassigned structures ((NaCl)n, n = 18, 20, 24, 30,
32, 40, 48, 50, 56, 60, and 72 (Figure S6) upon quenching of a
NaCl vapor at 300 K at 133 Pa).34 The crystal then grows
larger layer-by-layer as the CNT vibrates stochastically (vii,
viii), and gradually moves toward the more spacious bottom
part that can accommodate a larger crystal. This crystal
supplies NaCl molecules in the next cycle (back to (i)). This

intriguing oscillation phenomenon suggests the presence of a
thermal gradient created by the electron beam preferentially
heating the CNT aggregates’ interior.
Figure 2a shows four TEM snapshots in each of the nine

events, on which we performed statistical analysis (Figure 2b−
e). The event repeated nine times over 152 s until the
specimen drifted away from the view frame. In all events, a
small cluster appeared, grew, and produced a (4,6) crystal,
which grew larger and disappeared into the bottom of the
CNT (cf. fourth and eighth events), and the process started
again after several seconds. Note that in all nine events, the
crystals that appeared after (4,6) grew irreversibly, while the
prenucleation clusters before (4,6) formed reversibly. Thus,
the emergence of the (4,6) crystal nucleus marks the end of the
nucleation period.
Figure 2b shows the duration of the nucleation period in red,

and the period of the initial stage of growth in blue (growth
from (4,6) to (6,8), or from 48 to 144 NaCl). We find
similarity in the duration of the two periods in each event, but
diversity among the nine events. Shown in Figure 2c, the
nucleation period over the nine events roughly follows a
normal distribution with an average time of 5.07 s, since the
nucleation process produced the same (4,6) crystal every time.
The growth period distributes more randomly because the
growth process produced a different crystal every time. The
growth period averages to be 3.94 s, which indicates 24.4 NaCl
units incorporated every second into the crystal (Figure 2d).
This property of the initial growth is supported by the
stochastic growth pathways shown in Figure 2e. For example,
the first event went through (4,6), (5,6), (5,7), (6,7), and (6,8)
crystals, and the other eight events took different courses.
Given the growth rate of 24.4 NaCl s−1, we would expect that
the nucleation period should have ended in 2 s instead of 5.07
s, indicating in turn the probabilistic nature of the nucleation
process.

Figure 1. Nucleation and growth of a NaCl nanocrystal in a vibrating CNT. (a) Schematic energy diagram of crystallization. The radius of a critical
nucleus shown as rc. (b) TEM image of a NaCl nanocrystal at 298 K in an aminated CNT of a size denoted as (x, y, z) with x, y, and z (thickness)
defined herein. Throughout this work, the assignment on which of Na+ and Cl− occupies the corners of a crystal is arbitrary, because the TEM
image lacks this information. The amino groups on CNT are too small to be seen. Scale bar 1 nm. Acceleration voltage 80 kV and electron dose
rate of 3.6 × 105 e− nm−2 s−1. Whenever necessary, the moire ́ pattern due to the graphitic lattice was removed by inverse fast Fourier transform
(Figure 1 in Supporting Information Figure S1). (c) Model of a conical CNT shown with a curved arrow illustrating vibration. (d) Schematic
diagram of the crystallization. NaCl molecules are supplied from a hidden reservoir. Vibrations of CNT and crystal are shown with curved arrows.
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Figure 2. Nucleation/growth events taking place nine times. (a) Four representative snapshots in each event (40 ms frame−1). Time 0 is the time
when a NaCl cluster first appeared. The crystal size in parentheses. Acceleration voltage 80 kV and electron dose rate 4.0 × 105 e− nm−2 s−1 with
small dose fluctuation (Figure S7). Scale bar 1 nm. The position of the images in each frame is normalized for the outline of the vibrating CNT (cf.
Movies S1−S4). See Figure S8 for a 318-frame data set. (b) Histogram of the time until the appearance of a (4,6) crystal (red) and growth until
(6,8) crystal or its size equivalent (blue). (c) Normal distribution of nucleation time period (black line) with an average of 5.07 s and standard
deviation (sd) of 2.18 s. (d) Distribution of initial growth time period (average of 3.94 s and sd of 2.33 s), during which the crystal grew from 48 to
144 NaCl with a rate of 24.4 NaCl s−1. (e) The course of the crystal growth in the nine events (column) and crystal sizes observed (+) during the
growth (row).

Figure 3. Nucleation/growth at 298 K. (a) Cluster/crystal images in the first event shown in Figure 2a. White arrows indicate steps in contact with
the CNT wall. (b) Time evolution of 2-D area of cluster/crystal images. The nucleation phase ended at the dotted line at 5.04 s, before which
featureless (light blue) and semiordered clusters (dark blue) alternately appeared. Arrows indicate step formation, and red dots the snapshots
shown in (a).
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At 298 K, we saw exclusive crystal formation, and, at higher
temperature, we saw crystal shrinkage. Figure 3 illustrates
details of the first event of the nucleation/growth at 298 K
shown in Figure 2a (Figure S9), and Figure 4 illustrates an
example of the shrinkage at 473 K. In the initial 5 s of Figure
3a, featureless and semiordered morphology alternated before
the formation of the (4,6) crystal at 5.04 s.5,8 At 0−0.72 s, we
saw a cluster growing up to approximately 2 × 3 in size near
the apex that then disappeared quickly, and at 2.00−2.68 s, the
appearance of a semiordered cluster made of several rows of
NaCl along the graphitic wall, which also disappeared quickly.
A sequence from 5.00 to 5.04 s is particularly noteworthy
because a clear image of the (4,6) crystal nucleus suddenly
emerged from a featureless object. Note that all of the
semiordered prenucleation clusters before 5.04 s formed
reversibly, while the crystals after 5.04 s grew irreversibly as
found in the eight other events (cf. Figure S8). During the next
6 s, stochastic homoepitaxial growth of the (4,6) crystal
occurred.8,24 At 5.48 s, we saw the formation of a step in
contact with the graphitic wall (arrow; (4,6)s with s denoting
step), its disappearance to regenerate (4,6) in the next frame,
and further growth to (5,6). As a note of caution, we assume
that the crystal growth took place three-dimensionally,
although the TEM information was limited to 2-D.
Finally, we examined the shrinkage of a NaCl crystal at 473

K. In a vibrating conical CNT, we found a NaCl crystal shrank
in less than 1 s as shown in Figure 4a. A (7,11) crystal first
shrank in a longitudinal direction into (7,9) (at 0.20 s) and
gained width to form (8,7) to fit in a wider section of the CNT
(0.32 s), which then shrank via step formation at 0.60 s into a
crystal of a size approximately (6,3) at 0.82 s. The interatomic
distance measured for the crystal between 0 and 0.82 s
remained constant (0.278(4)−0.283(15) nm) until sudden
collapse into a new crystal of an approximately (4,5) size
(0.283(11)−0.285(6) nm) that we find in the tip of the CNT.
The blurred lattice images often found in Figure 4a suggest
dynamic defect formation during the degradation.
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