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Hard spheres crystallize due to purely entropic forces. The underlying excluded-volume interaction is
completely anharmonic and the nature of the phonon spectrum is therefore of interest. To measure the
single-particle motion and the phonon spectrum by dynamic light scattering we have used a collection of
novel techniques including multispeckle cross correlation on a CCD chip and the growth of large single
crystals using a temperature gradient. The random hexagonal close packed crystal has a dispersion

relation closer to hcp than to fcc.

PACS numbers: 63.20.—e, 42.25.Fx, 82.70.Dd

In this Letter, we shall report the particle dynamics in a
colloidal hard sphere crystal using a novel dynamic light
scattering technique. A crystal distinguishes itself from a
liquid by possessing a finite shear modulus and a trans-
verse phonon spectrum. Although the crystallization of
hard spheres has been intensively studied in the past three
decades, investigations have focused on the phase diagram
[1,2] and crystallization kinetics [3,4]. Other properties
of hard sphere crystals have not been as thoroughly in-
vestigated partially due to the lack of large, well-oriented
crystal samples and partially due to problems of multiple
scattering and nonergodicity. The phonon spectrum for
conventional solids is well calculated from force constants
(a harmonic approximation) associated with the interpar-
ticle potential often evaluated at 7 = 0. Hard spheres in-
teract with a potential which is infinite at contact and zero
at any separation and has no analytic derivatives. The free
energy is entirely entropic (hence zero at T = 0) and long
wavelength modes are therefore accessible from thermody-
namics. Here we measure the complete phonon spectrum
including the short wavelengths at the Brillouin zone edge
and find similarity with conventional solids.

The largest hard sphere crystals reported so far are of
the order 100 xm on earth and 1 mm in microgravity us-
ing 0.5 um spheres [2]. Recently we developed a tempera-
ture gradient technique to control the self-assembly of hard
sphere crystals [5] and were able to produce large and well-
oriented crystals. Hence so far lattice dynamics are studied
only with dilute charged sphere crystals by light scattering
[6—8]. On the other hand, for a concentrated system such
as a colloidal hard sphere crystal or glass, as well as emul-
sion, foams, biosystems, etc., the nonergodic character and
the extremely slow relaxations challenge the capabilities of
conventional dynamic light scattering measurements [9].
Recently, multispeckle autocorrelation spectroscopy tech-
niques were developed [10]. An area detector such as a
charge-coupled device (CCD) chip acts as an array of pho-
tomultipliers that measure the intensity /(q,¢) for many
different q vectors simultaneously. The time average can
thus be replaced by an ensemble average of many correla-
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tion functions measured on different pixels with the same
q vector. The correlation function can be measured in real
time and the measurement need only last as long as the
time scale of interest. For a highly concentrated sample,
another challenge is to handle multiple scattering. A novel
technique for suppressing multiple scattering by spatial
cross correlation was developed recently with an array of
two optic fibers to detect the scattering light [11]. Multiple
scattering in the sample will illuminate a greater volume of
the sample than the incident beam. Since speckle size is
inversely related to the dimension of the illuminated vol-
ume, multiple scattering produces smaller speckles than
the single scattering from the direct incident beam. Scat-
tered light intensity from a sample is correlated only over
a speckle size. Therefore taking the cross correlation of
pixels within a single-scattering speckle but spaced far-
ther apart than a multiple scattering speckle eliminates the
multiple scattering. In our experiment, those two tech-
niques are combined. We used a GBC CCTV CCD camera.
The CCD chip has 640 X 480 pixels. Each pixel square
is 12 um in size. A DT3155 PCI board grabs a series of
images. The cross correlation function of the scattering on
two pixels that are separated by 5 pixels was calculated
and an ensemble average was achieved by averaging over
a square of typically 100 X 100 pixels and 20 separate
runs. A dilute sample of strongly scattering polystyrene
particles in glycerol (to make the simple diffusion appear
nonergodic on the time scale of the experiment) was pre-
pared and measured. The excellent agreement with dif-
fusion constant and correlation function of the Brownian
particles served to test and validate our technique.

Figure 1 shows the principle of controlled crystal growth
of hard spheres by a temperature gradient. The coexis-
tence region of liquid-crystal transition under each uniform
temperature T, or T (T} > T3) is 0.494 < ¢ < 0.545.
Application of a temperature gradient to an initially homo-
geneous fluid sample with volume fraction ¢ just below
freezing generates a gradient in osmotic pressure that will
drive particles from the high temperature region to the low
temperature region, stimulating controlled nucleation and
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FIG. 1. The effect of a temperature
gradient on a hard sphere suspension.
Shown are osmotic pressures calcu-
lated from Carnahan-Starling and Hall
(Ppmax = 0.74) equations of state for
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growth in the low temperature region. We used PMMA
particles in a density matching solvent, a decalin and
cycloheptyl bromide mixture. In the presence of gravity,
convective flow of the solvent established under the tem-
perature gradient will help the macroscopic transport of
the PMMA particles. Large hard sphere crystals, 3 mm in
size, were thus produced. Figure 2 shows one of the single
crystals. The picture was taken by a video camera under
conditions where the white light was Bragg reflected.
More quantitative Bragg scattering shows the structure of
this crystal to be random hexagonal close packing (rhcp)
with the close packed planes parallel to the surface of
the glass tubing. There were six symmetrically distributed

10 mm

1 mm

FIG. 2. Single colloidal hard sphere crystals grown by the tem-
perature gradient technique, captured by a video camera. The
crystals are about 3 mm in size and have a blocklike shape.

0.55 Bottom inset: Experiment setup.

Bragg spots in the forward scattering direction and six
Bragg spots in the back scattering direction forming the
mirror image of the forward ones corresponding to the
hexagonal close packing plane. The nearest neighbor sepa-
ration in the close packed plane deduced from the Bragg
scattering is rnp-c.pp. = 793 nm, for particles with an ini-
tial diameter of 700 nm (slightly swollen by the solvent,
2% in diameter). A good mass density matching between
the particle and the solvent reduces the effective gravity to
1073g, but a slight refractive index mismatch (npvma =
1.503, ngolvent = 1.498 at room temperature) remains. The
light scattering reported was set up with the incident beam
perpendicular to the close packed planes. The forward
scattering measurements were conducted from g ~ 0 to
one of the six Bragg spots.

Large ¢, large angle scattering is dominated by self-
diffusion. Figure 3(a) shows the results measured at 136°.
The mean square displacement is constant at long times
because the spheres are constrained to the lattice structure.
The mean square displacement of a single sphere can be
used to characterize the viscoelastic properties of colloidal
crystals as done for complex fluids and the gels [12]. Here
we just report the value of the Lindemann parameter and
estimate of the low frequency elastic modulus. The Linde-
mann parameter [13] measured is

L =|Ar2, |"%/r,, = 0.08 + 0.01.
Where 7, is the nearest neighbor separation in the crys-
tal and |Ar2,, |'/? is the maximum displacement of single
sphere. L values of ~0.10 are expected for crystals near
the melting point. So the volume fraction of the single
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crystal under study was a little bit higher than melting vol-
ume fraction 0.545, consistent with the Bragg scattering
result.

By equating the thermal energy per sphere (%kT) to the

2 3
elastic energy ((rA" r/z) 4”; 3 G(), we estimate the low fre-
quency elastic modulus [12] as Gy =~ % % So the mea-
/3

surement gives G) =~ 0.71 = 0.14 Pa or G}f;z

1.3. This dimensionless value is consistent with the result
of a molecular dynamics study on fcc crystals [14] and
measurements with charged silica spheres at the liquid-
crystal phase boundary (for particles with diameter 238 or
255 nm) [15].

For coherent scattering, the multiphonon expansion
of the normalized autocorrelation function gV(q,¢) =

~73 * | F(q,7)/F(q,0) is [6],

gV(q.1) = eZM{(ZwPQl > 8%q - Km)}

Ag,v
Where M is the Debye-Waller exponent, Aq is the wave
vector of the phonon, « the coordinate label, v polariza-
tion, ny, the amplitude, () the volume of the direct-lattice
unit cell, and pj,(¢) is the time autocorrelation function
of the normal mode Q},(r). The essential features of the
scattering can be seen in the expansion. The first term is
the zero-phonon scattering (Bragg scattering) representing
elastic scattering that occurs only when q equals a recip-
rocal vector k,,. It is reduced in intensity by the Debye-
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FIG. 3. (a) Single particle mean displacement measured at
scattering angle 136°. (b) Phonon dispersion curve. The curves
are the central force approximation calculations for fcc and rhep
structures, as well as 2D close packing planes.
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+ Z(qanK§)2<lQqu>2[(27T)3Q

1Y g - (K - Aq)]piq(t)} +.

Waller factor. The second term is the one-phonon scatter-
ing, which is quasielastic. Only the phonons of the vector
Aq, where Aq is measured from the nearest reciprocal lat-
tice point, contribute to the scattering into wave vector q.
This allows detection of only one mode at a time in the
one phonon limit.

Unlike phonons in conventional solids, all but the very
low frequency, long wavelength shear modes (transverse
phonons) are strongly overdamped from the viscous drag
between particle and solvent in colloidal crystals. Thus the
correlation function decays exponentially,

v \2
pRy(t) = eXp[—(qu) t},

v
Apg

with @ Kq being the eigenvalues of the elastic matrix and
A}, the eigenvalues of the dissipation matrix [6].

The forward scattering has contributions from incoher-
ent scattering (particle self-diffusion) and one phonon scat-
tering. The former has been measured at large angles as
described above and is known to have a g> dependence.
After the subtraction of the self-diffusion part from the
measured correlation function, a single-exponential decay
was observed for px,(r) and the fit gave w?/A (Fig. 4).
Figure 3(b) shows the dispersion curves named by anal-
ogy to atomic systems in the first and second Brillouin
zone along the direction from the first Brillouin zone cen-
ter to one of the Bragg spots.

In the central force harmonic approximation, the longi-
tudinal phonon dispersion in the direction from the center
to one of the Bragg spots for hcp structure is

2 oerfin2g o 2 o220 1 00 )

mw 6k<sm0~l— 9sm 3 + 9sm 3 )
where k is the spring constant of the interaction between
a pair of spheres, m the mass of the sphere, and 6 =
(Ag/qBrage) X o [16]. For fcc structure, the intended
longitudinal mode was mixed with a transverse mode (out
of the close packing plane). Figure 3(b) shows the dra-
matic difference between the measurement for rhcp and
the fcc calculation (with admixture between longitudinal
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FIG. 4. Extraction of the coherent scattering at the forward
scattering angle of 25°. The total correlation was measured by
intensities cross-correlation measurements (5-pixel separation)
averaging 640 X 160 pixels, accumulating over 15 runs. Af-
ter subtraction of the self-diffusion, calculated based from the
backscattering measurement, a single exponential was fitted to
obtain the decay time 7 and hence the phonon parameter w?/A.

and transverse modes). On the other hand, the calculation
of in-plane motion only (2D planes) obviously underesti-
mates the interaction from neighbor planes, as shown in
Fig. 3(b). rhep data for the phonon modes near the Bragg
rods fall between hcp and fcc calculations but closer to the
former as one might expect from the closer structural simi-
larity between rhep and hep. The finite value of w?/A near
the zone center is due to the contribution from the trans-
verse phonons.

The high frequency shear modulus G is related to the
spring constant as [17] G, = 0.83 X (3/4m)' 3 ¢'/%k/a.
The drag can be taken to be independent of Ag Gfor lc()g)gitu—

TN a

dinal phonons [6] and estimated [18] as A ~ p
w with  ~ 2 X 1073 PaS$, and B(¢) correcting
for hydrodynamic interaction in the lattice. Therefore, the
fit to the data gives G, = (1.0 * 0.2) Paor GLa’/kgT =~
10.4 = 1.5. Notice that G, = 1.43G(’), which is consistent
with a few measurements available [19].

Thus we find, somewhat surprisingly, that the phonon
spectrum for these most anharmonic crystals is similar to
what we would find for harmonic crystals with the same re-
lationship between the zone boundary (highest frequency)
phonon and the long wavelength elastic modulus.

It is interesting to notice the maximum value of w?/A is
2 orders of magnitude smaller than that of charged sphere
crystals [6]. This is due to the fact that the shear modulus
is much smaller and the friction coefficient is larger for
hard sphere crystals, since the charged spheres crystallize
at much lower volume fractions and samples can be made
much “deeper” into the crystalline phase.

In summary, we have used a novel method, tempera-
ture gradient control and density matching, to make large

colloidal crystals (~3 mm) for 0.7 um PMMA/PHSA
spheres. The structure of these single crystals is rhcp.
We then developed a new dynamic light scattering tech-
nique (multispeckle cross-correlation light scattering) to
investigate the single particle and lattice dynamics of hard
sphere crystals just on the solid side of melting. Despite
the presence of the strongly anharmonic hard sphere poten-
tial, these entropic crystals have short wavelength phonons
with a similar dispersion to conventional materials.
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