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ABSTRACT One consistent limitation for high-resolution imaging of small nanoparticles is the high background signal from the
amorphous carbon support film. With interest growing for smaller and smaller nanostructures, state of the art electron microscopes
are becoming necessary for rudimentary tasks, such as nanoparticle sizing. As a monolayer of carbon, free-standing graphene
represents the ultimate support film for nanoparticle imaging. In this work, conventional high-resolution transmission electron
microscopy (HRTEM) and aberration-corrected scanning transmission electron microscopy (STEM) were used to assess the benefits
and feasibility of few-layer graphene support films. Suspensions of few-layer graphene to produce the support films were prepared
by simple sonication of exfoliated graphite. The greatest benefit was observed for conventional HRTEM, where lattice resolved imaging
of sub 2 nm CdSe nanocrystals was achieved. The few-layer graphene films were also used as a support film for Cs-corrected STEM
and electron energy loss spectroscopy of CuInSe2 nanocrystals.
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INTRODUCTION

Transmission electron microscopy (TEM) and scanning
transmission electron microscopy (STEM) are heavily
relied upon for nanomaterials characterization. Both

are used extensively for nanoparticle characterization, due
to their reliability in measuring nanoparticle size and shape,
as well as offering elemental analysis through energy dis-
persive spectroscopy (EDS) and electron energy loss spec-
troscopy (EELS) (1-7). However, conventional TEM only
excels at imaging nanocrystals with diameters larger than 3
nm that are free from excess surfactants. It can become very
challenging to obtain an image when the nanocrystal be-
comes much smaller and is composed of a low-Z material
(8-14). In this size regime, contrast from the amorphous
carbon support film is often on the order of or greater than
that of the nanocrystal. As a result, one of the major
limitations of imaging low-contrast materials is the high
background from the amorphous carbon support. Although
dark field imaging techniques can remove most of the
carbon background, this is done at the expense of signal

strength. To combat this effect, amorphous carbon films as
thin as 3 nm are commercially available. Here, we report
the first application of few-layer graphene as support films
for nanocrystal imaging. The films provided nearly back-
ground-free imaging for conventional HRTEM and are suit-
able for atomic resolution STEM imaging and EELS.

The recent discovery and development of free-standing
graphene sheets has raised the possibility of their use as
alternative support films to amorphous carbon substrates.
Graphene is the atomically thin form of graphite. Few-layer
graphene is used to describe stacks of more than one sheet
and is synonymous with ultrathin graphite (15). Graphene
is an ideal support film for electron microscopy, since it is
atomically thin, relatively flat, and highly conductive. The
potential for graphene as a support film was made clear in
an extraordinary fashion by Meyer et al., who detected single
oxygen and hydrogen adatoms using a conventional HRTEM
(16, 17). This advance could lead to the facile imaging of
small inorganic clusters or amorphous organic structures
without staining, and quite possibly imaging the surfactant
coverage. However, with the exception of Booth et al., who
imaged copper nanoparticles, and Lee et al., who have
recently imaged the surface ligands of gold nanoparticles,
the majority of electron microscopy efforts have been
centered on studying the structure of graphene and graphene
oxide (18-23).

Obtaining single- and few-layer graphene is typically
achieved by rubbing carbon onto a silicon wafer and using
an optical microscope to identify the locations of very thin
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pieces (24-26). Although useful for identifying large sheets
of only few-layer or single-layer graphene, this process is not
conducive to producing a large number of support films
quickly. Alternatively, there are a variety of other techniques
to produce few-layer graphene, including ball milling of
graphite, solvothermal, large-scale via a gas-phase synthesis,
plasma- and microwave-enhanced chemical vapor deposi-
tion, and the reduction of graphene oxide suspensions
(27-34). However, as a support film for nanoparticles, large
areas of single-layer graphene are not necessary and the
technique should be simple enough to allow for the produc-
tion of a large number of films at a time.

A method was developed by Hernandez et al. that simply
used organic solvents to exfoliate graphite (35). Blake et al.
followed this work by utilizing a common organic solvent,
dimethylformamide, to produce films of graphene flakes
with the aid of sonication (36). After 3 h of sonication, the
solution turns a dark gray with pieces of graphene and few-
layer graphene in solution. This solution can then be cen-
trifuged to remove any large pieces, leaving only very small
flakes in solution. Afterward, it can be drop-cast onto any
substrate to deposit large areas of thin films of few-layer
graphene. Here, we use a modified version of this method
to produce few-layer and single-layer graphene support
films. Standard and ultrasmall CdSe nanocrystals were im-
aged using conventional HRTEM and Cs-corrected STEM. The
reduced background from the few-layer graphene films
allows for clear lattice-resolved images of sub 2 nm CdSe to
be obtained under conventional HRTEM conditions. The
films were also used to obtain EELS images of CuInSe2

nanocrystals, with enough detail to see both the nanocrystal
core and the organic capping ligands. Our results indicate
that widespread use of graphene support films will greatly
enhance conventional HRTEM and STEM/EELS imaging of
nanoparticles.

EXPERIMENTAL SECTION
Synthesis and Rutherford Backscattering Spectroscopy

of Nanocrystals. CdSe nanocrystals were prepared by following
the synthesis of Bowers et al. and purified by precipitation with
two cycles of the previously described methanol/hexanol/
methanol precipitation procedure (37). CuInSe2 nanocrystals
were synthesized following the method of Panthani et al. and
were purified by three consecutive toluene/acetone precipita-
tions (38). Rutherford backscattering spectroscopy was per-
formed to determine the stoichiometry of the Cu-In-Se nano-
crystals, which was measured to be Cu11In6Se8. Samples were
prepared by dropping dilute solutions of the purified nanocryst-
als onto pyrolitic graphite and were analyzed using a 1.8 MeV
He ion beam. The high copper content determined by RBS is
likely the result of unreacted precursors remaining in solution
after purification. Allen et al. have discussed the possibility of a
variety of possible stoichiometries for Cu-In-Se; however,
none were copper rich (39).

General Comment on Nanoparticle Purification from
Organic Surfactants for HRTEM/STEM. One of the primary
difficulties in nanoparticle sample preparation is the removal
of excess surfactants and oily solvents. This excess material not
only greatly reduces contrast in HRTEM imaging but can be a
source of severe contamination. Contamination buildup can be
exacerbated by the high current per unit area found under STEM
imaging conditions, making sample purity crucial. Organic

material deposited with the nanoparticles can be easily seen on
few-layer graphene by a noticeable increase in film thickness
and a loss of the crystalline appearance of the film.

In the past, tri-n-octylphosphine oxide (TOPO) coated nano-
particles were simple to purify by consecutive precipitations
with methanol. However, modern synthetic techniques utilize
a mixture of long-chain alkylamine powders, such as hexade-
cylamine (HDA), and oils such as octadecene, oleic acid, and
oleylamine. As a result, nanoparticle purification has become
more complicated. To remove organometallic salts and sus-
pended surfactants, a reverse precipitation step is needed where
the nanoparticles are dispersed in a solvent in which they are
slightly soluble (e.g., long-chain alcohols), followed by 30 min
of centrifugation at 6k rpm. The nanoparticle supernatant is
then separated from the precipitated surfactants and mixed
with a polar solvent for collection via further centrifugation. The
removal of oils requires a delicate balance of nonpolar solvents
(e.g. toluene and hexanes) to mix with the oils and polar
solvents (e.g. methanol and acetone) to precipitate the nano-
particles. The oils are somewhat miscible in the nonpolar/polar
mixture, facilitating separation of the oils from the nanopar-
ticles. After several washing iterations, the solubility of the
nanoparticles can become compromised due to the loss of
surface ligands. As new synthetic techniques are attempted, it
may be necessary to split the sample into two aliquots prior to
purification. This allows for the determination of the maximum
number of washing cycles that can be performed with half of
the material, while leaving the other half for cleaning and use.

Preparation of Few-Layer Graphene Support Films. Graph-
ite flakes were obtained by gently pressing masking tape onto
a freshly cleaved highly ordered pyrolytic graphite (HOPG)
surface (SPI# 436HP-AB). The tape was then slowly removed,
leaving behind raised flakes of graphite on the HOPG surface.
To limit glue contamination, graphite flakes that were attached
to the tape were not used. Tweezers were then used to peel off
continuous sheets of graphite, with an area of approximately 3
mm2. Two sheets were placed into a small vial with 2 mL of
toluene. The graphite-toluene solution was then sonicated
(Branson 3210) for 3 h or until the majority of the graphite was
dissolved. The solutions could be centrifuged to remove larger
pieces of graphite, although this was not necessary for our
purposes. Nanocrystal samples were prepared by first deposit-
ing a suspension of sonicated graphite flakes in toluene onto a
lacey carbon support film (Ted Pella Inc., Item No. 1883-F) and
allowing it to dry, followed by the addition of a drop of dilute
nanocrystals in toluene or hexanes.

Electron Microscopy. Conventional HRTEM images were
obtained using a Phillips CM20 200 kV TEM with a LaB6

emission source and fitted with a 2K × 2K CCD camera from
AMT. Z-STEM images and EELS spectra of the CuInSe2 nano-
crystals were collected using the VG603U 300 kV STEM fitted
with a Cs-corrector from Nion and an Enfina EELS spectrometer,
while Z-STEM images of the CdSe nanocrystals were obtained
using a 300 kV Cs-corrected Titan. Images were smoothed to
reduce noise using DigitalMicrograph. EELS spectra were col-
lected in the range from 0 to 1450 eV with an energy resolution
of ∼1 eV. In order to improve signal to noise, the beam current
was increased at the expense of spatial resolution. The back-
ground-subtracted edge intensities were plotted with 50 eV
windows for indium and carbon, while a 200 eV window was
used for copper.

RESULTS AND DISCUSSION
Initially, we applied the DMF method to depositing dilute

solutions of few-layer graphene onto lacey carbon support
films (36). Coverage can be controlled by adjusting the
solution concentration and the size of the drop. Once in the
TEM, the characteristic diffraction pattern for graphite mixed
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with few-layer graphene was observed. However, the dif-
fraction pattern would quickly fade, indicating the film was
becoming amorphous while being illuminated.

This was likely due to residual DMF reacting with the
graphene under the electron beam. When toluene was used
in place of DMF, the films remained stable under continuous
illumination. Similar results were seen with hexanes and
benzene, and a paper recently published by Warner et al.
uses a similar process with dichloromethane (40).

Figure 1A shows a low-magnification TEM image of the
as-prepared films. The graphite deposits appear as layered
sheets with few-layer and single-layer graphene dispersed
throughout. The graphene sheets generally consist of varying
amounts of clean surfaces surrounded by carbonaceous
debris. Figure 1B is a selected area electron diffraction
pattern showing the characteristic diffraction for few-layer
graphene. Figure 1C is a high-magnification TEM image of
a piece of graphene coated with carbonaceous debris. The
amount of debris and the appearance of pure graphene
regions are similar to those seen by Meyer et al. (16).

Parts A and B of Figure 2 are a comparison of HRTEM
images of a single sample of CdSe nanocrystals acquired at
the same magnification on different support films. Figure 2A
was prepared using an ultrathin carbon support film, which
is commercially available from Ted Pella (Item No. 1822-F).

Figure 2B was prepared using a few-layer graphene
support film. The most striking difference between the two
images is the near-featureless background of the graphene
support. This allows for the surface to be unambiguously
measured, as it is clear and distinct from the support film.
Also, the lattice images have fewer artifacts from the support
film. However, there are features that resemble “spaghetti”
that are associated with the nanocrystals. Although these
features seem to be attached to the nanocrystals, it very well
may be the reverse; the nanocrystals may be adhering more
strongly to imperfect surface patches and clustering together
as the solvent evaporates. Graphene edges and surface
imperfections would have more sites which the nanocrystals
could adhere to, in the same way that adatoms tend to be
found at step edges.

Another possibility is that this “spaghetti” is an unreacted
precursor that often remains after nanocrystal purification.
Free metal oxides and organometallic precursors are difficult
to completely eliminate using precipitation techniques, as
has been observed using Rutherford backscattering spec-
troscopy (41). This material, including single atoms, has
been seen in aberration-corrected STEM images (13). How-
ever, without the low background afforded by the graphene
support, this material would be invisible using conventional
TEM. Thus, the low background level of few-layer graphene
could have important implications, since the detection and
elimination of these contaminants are critical for the devel-
opment of nanocrystal-based devices.

There is a growing interest in developing ultra-
small nanocrystals as a subclass of nanocrystals. One
reason for this is that fluorescent quantum dots utilizing
ultrasmall cores have been demonstrated to behave dif-
ferently in vitro compared to conventional 8-10 nm

FIGURE 1. Few-layer graphene films: (A) flakes of few-layer graphene
on a holey carbon TEM grid; (B) selective area diffraction pattern of
the few-layer graphene film, showing its crystallinity; (C) high-
magnification view of a piece of graphene with carbonaceous debris
coating the surface.

FIGURE 2. Comparison of support films using HRTEM: (A) 5 nm CdSe
deposited on an ultrathin coated carbon grid; (B) 5 nm CdSe
deposited onto a few-layer graphene support film, showing the
nanocrystals adhering to the surface debris. Despite the debris, the
surfaces of the nanocrystals are much sharper on the few-layer
graphene film.
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quantum dots (42). Another is that the photoluminescence
of ultrasmall CdSe exhibits a strikingly white emission that
has potential uses in solid-state-lighting applications (37).
From a more fundamental aspect, under certain condi-
tions very small nanocrystals can behave like magic
clusters, with ultrastable sizes that are resistant to growth
(8, 10, 12, 43, 44). It is believed that these magic size
nanocrystals exhibit a unique “closed shell” structure (44).
A need has therefore arisen to characterize the structure
of ultrasmall nanocrystals. However, imaging ultrasmall
nanocrystals using HRTEM is extremely challenging, due
to the extreme lack of contrast. Since there are only two
to five lattice planes, fringes are extremely difficult to
distinguish from the random fluctuations of the amor-
phous carbon background. Any structural disorder may
eliminate any lattice fringes entirely. Additionally, the
nanocrystal diameter is on the order of the carbon chain
length of the surface ligands, further reducing the amount
of contrast in HRTEM. With the exception of the aberra-
tion-corrected Z-STEM image of a pair of ultrasmall nano-

crystals (37), the structure of ultrasmall and magic size
nanocrystals has been limited to theoretical treatments
(44-48).

Figure 3 shows HRTEM images of sub 2 nm nanocrystals
on a traditional ultrathin carbon support (Figure 3A) and few-
layer graphene (Figure 3B). While very little can be discerned
from the image in Figure 3A, there is enough contrast and
clarity in Figure 3B to identify the presence of ultrasmall
nanocrystals. The size (1.7 and 1.9 nm) and shape of two of
the nanocrystals (indicated by arrows in Figure 3C) are
clearly discernible. The lattice spacing is consistent with
either zinc blende or wurtzite CdSe. Additionally, contrast
between precursors and aggregated nanocrystals can be
seen, similar to that obtained using an aberration-corrected
300 kV Titan with sub-angstrom resolution (13).

Graphene support films also have great potential in
modern, aberration-corrected STEM imaging. In Z-contrast
or high angle annular dark field (HAADF) imaging, only the
highly scattered electrons are used to form an image,
essentially removing the carbon background from the image
as well as providing a directly interpretable image. There-

FIGURE 3. HRTEM imaging of ultrasmall CdSe on few-layer graphene: (A) practically invisible ultrasmall CdSe nanocrystals on an ultrathin
carbon coated support grid; (B) the same ultrasmall nanocrystals becoming identifiable on the graphene support film; (C) higher magnification
image showing several sub 2 nm nanocrystals with lattice fringes. The intensity profiles (right) were used to determine the diameter for the
nanocrystals marked “1” and “2”.
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fore, other than a slight broadening of the electron beam,
the thickness of the carbon support film in Z-STEM imaging
is less important. However, graphene does provide potential
benefits for bright field (BF) STEM similar to that of HRTEM.

Figure 4 contains aberration-corrected STEM images of
CdSe nanocrystals on few-layer graphene. The Z-STEM
image in Figure 4A shows little improvement over images
previously obtained using conventional films (7). The back-
ground shows the presence of single atoms and a faint
coating of organics. However, the bright field STEM image
(Figure 4B) has a very low background, with only faint
fringes from the graphene.

It was unclear how stable the graphene would be with the
combination of nanoparticles and the highly focused elec-
tron beam used in STEM imaging. Under these imaging
conditions, the nanocrystals typically began to disintegrate
while the graphene support remained quite stable. After a
few scans over the same area, the graphene would slowly
become amorphous, as observed by the loss of carbon
fringes in the BF image. The beam will also produce a hole
in the film if left in a single position for more than a few
seconds, which is similar to the behavior of with traditional
carbon supports.

Electron energy loss spectra (EELS) reveal the energy lost
by inelastically scattered electrons as they are transmitted

through the sample. Since EELS scattering angles are small,
these spectra can be obtained simultaneously with the
Z-STEM image and may greatly benefit from an atomically
thin support film. Currently, EELS spectroscopy on nano-
particles is difficult, due to the high background signal from
the carbon support (3, 49, 50). The ideal solution is to
measure the EELS spectrum of the particle over a hole.
However, this is impractical for particles with length dimen-
sions less than 10 nm. Being only 1 atom thick, a graphene
support should have far less background, improving the
overall signal-to-noise ratio.

Z-STEM and EELS were used to characterize CuInSe2

nanocrystals on few-layer graphene. CuInSe2 nanocrystals
have potential uses as near-IR emitters as well as light
harvesters for photovoltaic applications (39, 51, 52). As with
other alloy systems, there is a possibility for the formation
of core/shell structures or a subspecies of nanocrystals
containing only part of the constituent atoms (5, 53). Figure
5A is an atomic resolution Z-STEM image of CuInSe2 on a
graphene support film. The relatively uniform intensity over
the entire nanocrystal suggests that the alloy is homoge-
neous. Figure 5B gives a simultaneously acquired BF image,
showing the same nanocrystal with the structure of the
graphene support in the background. The carbonaceous
debris is evident in both images. Figure 5C is a representa-
tive EELS spectrum acquired over a single CuInSe2 nano-
crystal, showing the indium and copper edges as well as a
weak selenium edge. Figure 5D shows the region where the
EELS spectral images were collected. The image resolution
is noticeably less than for the Z-STEM image, due to the high
current setting and long dwell times used to improve the
EELS signal. The EELS spectrum images for carbon, indium,
and copper are shown in Figure 5E. The EELS image for the
carbon edge is clearly picking up an increase in carbon signal
around the nanocrystals, which is likely from ligands bound
to the nanocrystal surface. Two of the smaller nanocrystals
fail to show up in the copper image, suggesting that they are
exclusively indium. This observation is surprising, given that
Rutherford backscattering spectroscopy suggests the sample

FIGURE 4. Cs-corrected Z-STEM imaging of CdSe nanocrystals: (A)
Z-STEM image of 5 nm CdSe nanocrystals on few-layer graphene;
(B) simultaneous BF image showing near-featureless background,
with the exception of faint graphite fringes.

FIGURE 5. EELS analysis of CuInSe2 on few-layer graphene: (A, B) Z-STEM and BF images of a CuInSe2 nanocrystal on few-layer graphene; (C)
representative EELS spectrum collected over a single CuInSe2 nanocrystal; (D) region where an EELS spectrum image was collected with the
elemental images shown in (E). The two nanocrystals marked by arrows in (D) appear only in the indium edge spectrum image.
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is copper rich. We note that quantitative analysis of these
EELS signals is particularly difficult, due to the low intensity
and shape of their respective edges. Additionally, some of
the improvement of the carbon support may be negated by
the thick ligand coverage on the nanocrystals. However, the
film was extremely resilient to the high current setting and
long dwell times required for detailed EELS analysis, most
likely due to the high conductive of graphene.

CONCLUSION
The images obtained using conventional HRTEM and

modern aberration-corrected Z-STEM have shown a glimpse
into the potential for graphene as a support film. In addition
to an overall improved image contrast for traditional nano-
crystals, few-layer graphene films facilitated the imaging of
sub 2 nm CdSe nanocrystals using conventional HRTEM by
nearly eliminating the background signal from the support
film. Z-STEM/EELS images of the structure and chemical
composition of CuInSe2 nanocrystals were also obtained
using few-layer graphene as a support film. While little
improvement was possible for Z-STEM imaging using few-
layer graphene supports in comparison to traditional carbon
supports, EELS imaging using the few-layer graphene as a
support did benefit from the lower carbon background.
Although the method described here for obtaining the few-
layer graphene supports produces a mixture of graphite and
graphene, the ease of fabrication and the opportunity to
image on a near-backgroundless substrate outweigh the
inconvenience of searching for few-layer graphene. Until
large-area graphene is mass-produced cheaply, this method
provides an economical and quick solution for those who
are trying to image very small or amorphous species. As
demonstrated by Meyer et al. (16), and in the results
presented here, graphene has the potential to revitalize aging
TEM systems, giving access to imaging capabilities unattain-
able using traditional support films.
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