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Swift heavy-ion irradiation of elemental metal nanoparticles (NPs) embedded in amorphous SiO2 induces

a spherical to rodlike shape transformation with the direction of NP elongation aligned to that of the incident

ion. Large, once-spherical NPs become progressively more rodlike while small NPs below a critical

diameter do not elongate but dissolve in the matrix. We examine this shape transformation for ten metals

under a common irradiation condition to achieve mechanistic insight into the transformation process. Subtle

differences are apparent including the saturation of the elongated NP width at a minimum sustainable,

metal-specific value. Elongated NPs of lesser width are unstable and subject to vaporization. Furthermore,

we demonstrate the elongation process is governed by the formation of a molten ion-track in amorphous

SiO2 such that upon saturation the elongated NP width never exceeds the molten ion-track diameter.
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Ion-solid interactions during swift heavy-ion irradiation
(SHII) are dominated by inelastic processes in the form of
electron excitation and ionization while, in contrast, the
influence of elastic processes such as ballistic displace-
ments is negligible. Macroscopically, amorphous SiO2

(a-SiO2) undergoes a volume-conserving anisotropic de-
formation when subjected to SHII such that thin freestand-
ing layers contract and expand, respectively, in directions
parallel and perpendicular to that of the incident ion [1].
The viscoelastic model [2,3], based on a transient thermal
effect, successfully explains this so-called ion hammering.
Microscopically, energy is deposited along the ion path,
from incident ion to matrix electrons, and is then dissipated
within a narrow cylinder of material surrounding the ion
path. The heat flow in both the electron and lattice sub-
systems is well described as functions of time and radial
distance by the inelastic thermal spike (i-TS) model [4,5].
When the temperature of the lattice exceeds that required
for melting, the material along the ion path is molten
and upon quenching an ion track is formed. Recently,
we measured the molten ion-track diameter in a-SiO2

as a function of electronic stopping power [6].
The ion-track radial density distribution consisted of
an under-dense core and over-dense shell (relative to

unirradiated material), the formation of which was attrib-
uted to a quenched-in pressure wave emanating from the
ion-track center [6].
Elemental metal nanoparticles (NPs) embedded in

a-SiO2 and subjected to SHII can undergo an intriguing
shape transformation where once-spherical NPs become
progressively more rodlike with the direction of elongation
aligned along that of the incident ion. This phenomenon
has been reported for several metals under a wide range
of SHII conditions, with Refs. [7–17] citing selected ex-
amples. Freestanding metallic NPs irradiated under com-
parable conditions do not change shape, demonstrating the
embedding a-SiO2 matrix must have a role in the shape
transformation process [8,17]. An unambiguous identifica-
tion of the atomistic mechanism underlying the transfor-
mation remains lacking but a metal NP melt-and-flow
process, the latter potentially as a means of relieving
in-plane stress within the matrix [8,14,17], is certainly
plausible. For this report, we examine the SHII-induced
elongation of ten embedded, elemental metal NP systems
using a common irradiation condition to enable the iden-
tification of subtle, metal-specific differences and demon-
strate that the thermodynamic properties of both the matrix
and metal are intrinsic to the shape transformation process.
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Elemental metal nanoparticles of Co, Ni, Cu, Zn, Ag,
Sn, Pt, Au, Pb, and Bi were formed over a depth of
�0:2–1:5 �m in an a-SiO2 layer of thickness 2 �m on a
crystalline Si substrate by ion implantation and thermal
annealing. The processing conditions were necessarily
metal specific but in general yielded a metal concentration
of 2–10 at.% after implantation and a broad NP size
distribution after annealing. All NPs were approximately
spherical in shape, independent of the metal species.
Samples were then irradiated at room temperature and
normal incidence with 185 MeV Auþ13 ions where the
electronic stopping power in a-SiO2 is approximately
17 keV=nm [18].

The shape transformation was characterized with cross-
sectional transmission electron microscopy (XTEM)
measurements of the NP minor and major dimensions
(dmin and dmaj, respectively) or, equivalently, the NP width

and length. For statistical reliability�500 NPs per sample
were measured. As an example, Fig. 1 shows XTEM
images of Ni, Cu and Bi NPs following SHII where the
once-spherical metal NPs are elongated in the incident-ion
direction as expected. The spherical-to-rodlike shape trans-
formation has not been previously reported for these three
metals and thus such results further demonstrate that the
SHII-induced shape transformation is operative across a
broad compositional and crystallographic range of metal
NPs embedded in a-SiO2.

Figure 2 shows results for dmin as a function of dmaj for

Co NPs following SHII where individual values of dmin

represent an average of dmin for all NPs of a given dmaj �
1 nm. For unirradiated NPs, the slope of 1 is indicative of
their spherical shape. Upon irradiation, elongation is man-
ifested as dmaj > dmin though clearly only for NPs above a

certain size. For Co NPs under the given irradiation
conditions, NPs of diameter less than �7 nm are not
elongated. Though such behavior was common to all
the metals, the numerical value of this threshold diameter
(dthres) was metal specific, varying from �6 nm for Pt to

10–11 nm for lower melting-point metals. As discussed
below, we suggest the origin of dthres stems from the
instability of small NPs under ion irradiation.
For an incident ion intersecting a spherical metal NP of

radius dmin

2 ð¼ dmaj

2 Þ, the deposited energy density per atom

(EdepðsphereÞ) within the NP is

EdepðsphereÞ ¼ "l

4
3�ðdmin

2 Þ2ðdmaj

2 ÞN
; (1)

where " and l are the ion electronic energy loss in the NP
and path length in the NP, respectively, and N is the atomic
density. (While we have assumed all the energy is depos-
ited along the ion path, following Ref. [19] one can show
that in bulk material >85% of the energy is deposited
within 5 nm of the ion-track center for the ten metals
under consideration. Furthermore, the potential barrier
at the metal=SiO2 interface confines electrons of energy
<4–5 eV to the metal and thus to a good approximation
the energy deposited in the NP remains within the NP.)
If the ion intersects the NP at a distance B from the NP axis,
l is given by

l ¼ 2
dmaj

dmin
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such that

EdepðsphereÞ ¼ 12"

�d3minN
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�
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2
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s

: (3)

When the fraction of EdepðsphereÞ transferred to the metal

lattice exceeds that required for vaporization, the NP is
vaporized and dissolved in the matrix. Clearly EdepðsphereÞ
scales as approximately (1=d2min) and, for any given metal,

smaller NPs are thus more susceptible to vaporization than

FIG. 1. XTEM images of (a) Ni, (b) Cu and (c) Bi NPs
following SHII. The incident-ion direction was from the top
right to bottom left of the image.

FIG. 2 (color online). Elongated NP width (dmin) as a function
of elongated NP length (dmaj) following SHII of Co NPs.

Irradiation fluences (=cm2) are listed.
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their larger counterparts. As dissolved metal and matrix
atoms cool, metal atoms may remain dispersed in the
matrix, form new clusters and/or be absorbed by more-
stable, larger NPs. Our x-ray absorption near-edge spec-
troscopy (XANES) and small-angle x-ray scattering
(SAXS) measurements showed the fraction of metal atoms
dissolved in the matrix increased as a function of SHII
fluence and, furthermore, the rate of dissolution increased
as the mean NP diameter decreased [12,16].

For spherical NPs of diameter >dthres, Fig. 2 demon-
strates the shape transformation proceeds gradually as a
function of irradiation fluence with the slope beyond the
minimum size threshold progressively approaching zero.
The latter indicates that all elongatedNPs eventually attain
a common width independent of their length which sug-
gests that this dminðsaturationÞ is a characteristic parameter

for NPs elongated by SHII. The dminðsaturationÞ values were
determined for the ten different metals and, to better relate
this data to the thermodynamic properties of both the metal
and matrix, results are plotted in Fig. 3 as a function of
the energy density per atom required to vaporize (Evap) the

bulk metal. We calculated this parameter using

Evap ¼
CsðTmelt�TirradÞþLmeltþCsðTvap�TmeltÞþLvap

Nð1:6� 10�19Þ ;

(4)

where Cs is the specific heat, Tmelt, Tirrad and Tvap are the

melting, irradiation and vaporization temperatures, respec-
tively, and Lmelt and Lvap are the latent heats of melting and

vaporization, respectively. For such calculations, we used
the thermodynamic parameters of the bulk metals. Finite-
size effects in elemental metal NPs can induce changes in
the structural, vibrational and thermodynamic properties
relative to bulk material including differences in bond

length [20–23], Einstein temperature [23,24] and melting
temperature [25]. However, these effects are typically sig-
nificant only for NPs of diameter considerably less than
those used in this report and, as a consequence, any error
introduced through our use of bulk values was considered
minimal.
With reference to Fig. 3, two distinct trends are appar-

ent: dminðsaturationÞ is effectively constant at low Evap then

decreases approximately linearly at higher values. We
consider these two dependencies separately, first address-
ing the near-constant behavior at low Evap.

We have previously measured the diameter of the molten
ion-track induced in a-SiO2 by SHII for the irradiation
conditions used in this report [6]. The horizontal line in
Fig. 3 represents this value and the triangular symbol
labeled SiO2 shows the associated experimental error.
Note how dminðsaturationÞ never exceeds the molten ion-track

diameter. We previously speculated that these two parame-
ters were correlated [12,14,16] and the extensive measure-
ments presented herein confirm that the maximumwidth of
an embedded and elongated NP, irradiated to a fluence
sufficient for saturation, is restricted to the diameter of
the molten ion track in a-SiO2. We suggest this is compel-
ling evidence that metal NP melt and flow, the latter within
the molten ion track formed in the matrix, is intrinsic to
the shape transformation of metal NPs in a-SiO2 induced
by SHII.
To now interpret the approximately linear decrease in

dminðsaturationÞ apparent at high Evap, consider an incident

ion intersecting an elongated metal NP, assumed a prolate
spheroid with dimensions dmin and dmaj and volume

ð4=3½�ðdmin

2 Þ2ðdmaj

2 Þ�Þ. The deposited energy density per

atom EdepðprolatespheroidÞ ¼ EdepðsphereÞ and thus also scales

as approximately (1=d2min) independent of the NP length

dmaj [see Eq. (3)]. Figure 2 demonstrated the spherical-to-

rodlike shape transformation progresses gradually as a
function of fluence consistent with hundreds of ion-track
overlaps. As the NPs increase in length and decrease in
width, the deposited energy density per atom necessarily
increases. We contend dminðsaturationÞ is the minimum sus-

tainable width of an elongated NP under ion irradiation and
speculate that for lesser widths, the fraction of
EdepðprolatespheroidÞ transferred to the metal lattice exceeds

that required for vaporization and the elongated NP is
vaporized just as we observed for small spherical NPs
of diameter less than dthres. In Fig. 3, we also plot
("=d2minðsaturationÞ) as a function of Evap. Clearly metals

such as Pt that require larger values of energy density per
atom to vaporize are able to sustain larger values of de-
posited energy density per atom and smaller values of
dminðsaturationÞ. Note also that our XANES [16] and SAXS

[12] measurements for Co and Pt, respectively, suggest
that allNPs, both spherical and rodlike, eventually dissolve
in the matrix for sufficiently high ion fluences.

FIG. 3 (color online). Saturated NP width (dminðsaturationÞ) and
"=ðdminðsaturationÞÞ2 as a function of the energy density per atom

required for vaporization. The horizontal line is the molten ion-
track diameter in a-SiO2 and the associated experimental uncer-
tainty is indicated by the error bars on the triangular symbol.

PRL 106, 095505 (2011) P HY S I CA L R EV I EW LE T T E R S
week ending

4 MARCH 2011

095505-3



Clearly, the thermodynamics of both matrix and metal
have a role in the shape transformation of metal NPs
induced by SHII; while the maximum width of an elon-
gated NP is limited by the diameter of the molten ion track
in the matrix, the minimum width is governed by the
energy density per atom required for vaporization of the
metal. This requires the conversion from the liquid (molten
metal) to vapour (gaseous metal) state with the latter
necessarily confined in the matrix by the ion track and
potentially accommodated by the under-dense core. For
our irradiation conditions, the ion track core is also vapor-
ized [6]. The �1:5 nm radius within which the vapor
phase exists is insufficient to account for our observed
dminðsaturationÞ in contrast to the �5 nm radius of the molten

phase. We also considered other thermodynamic properties
of the metal including the closely related cohesive energy.
While we observed the same trend to that shown in Fig. 3,
we believe our argument based on the energy density per
atom required for vaporization is best suited to physical
interpretation and enables us to better identify the mecha-
nisms of melting, flow, elongation and vaporization opera-
tive during the spherical-to-rodlike shape transformation
of embedded metal NPs.

In summary, we have investigated the SHII-induced
shape transformation in a variety of elemental metal NPs
embedded in a-SiO2. Spherical NPs below a threshold
diameter did not elongate while those of greater size pro-
gressively transformed to a rodlike shape of fixed width
independent of length. Utilizing a common irradiation
condition enabled us to identify metal-specific differences
in both the spherical NP threshold diameter and elongated
NP width and relate such differences to the width of the
molten ion track in a-SiO2 and the energy density per atom
required for vaporization of the metal NP. Spherical NPs
below the threshold diameter for elongation and elongated
NPs below the saturation width are unstable under SHII
and are vaporized as a result of the interaction with an
incident ion. While this defines the minimum sustainable
width of an elongated NP, the maximum is restricted to the
width of the ion track in a-SiO2 within which the molten
metal flows.
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