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ABSTRACT: The width, w, and height, h, of dendronized
polymers (DPs) adsorbed onto mica and highly oriented
pyrolitic graphite (HOPG) were characterized by atomic force
microscopy (AFM) and electron microscopy (EM). The study
utilized a homologous series of generations g = 1—S, hence
enabling coadsorption and characterization under identical
conditions and thus facilitating comparison. The w and h values,
as acquired by AFM and EM on HOPG and mica are compar-
able and can be collapsed onto a single master curve by a
constant horizontal shift of each set of points. This master curve
exhibits the scaling behavior of a cylinder and supports the visual
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impression that DPs adsorb as weakly deformed cylinders. The & and w curves suggest a dendron density of p = 1.35 to 1.45 g/cm’.
Density measurements of solutions of the “attached-to monomer” suggest p = 1.10 g/cm’. The corresponding estimates of the

maximal generation of structurally perfect DP for this family is gy,

=6 to 7 and close to the currently explored range of g = 1-S.

I. INTRODUCTION

Both dendronized and bottle-brush polymers comprise linear
backbones carrying side chains. The side chains are linear in
bottle-brushes' ~* whereas in dendronized polymers (DPs)®®
they are repeatedly branched dendrons. Consequently, the side-
chain coronas of the DP are denser and less deformable. Coronal
deformation can be induced by adsorption onto solid substrates,
and atomic force microscopy (AFM) images of bottle-brushes
and DP manifest the differences in their deformability. In
particular, AFM images of bottle-brushes'®”'* manifest a strong
adsorption-induced ﬂattening3 of the coronal chains requiring
elaborate theoretical analysis.” In contrast, the DP images con-
note cylinders having comparable hei§ht, h, and width, w, both
increasing with the generation, g.13’1 The images suggest the
adsorbed DP as weakly distorted cylinder. Accordingly, quantify-
ing the g-dependent h and w is of interest as a probe of the
structure and deformability of the DP corona. This is feasible
because a homologous series of DPs of generations g = 1—S5 is
now available.'"* DPs that differ only in g and thus in their
thickness, exhibit similar interactions with substrates and with
AFM tips. They can be accordingly coadsorbed onto a single
substrate, conditions that favor comparison between DP of
different g. Indeed, coadsorbed DPs of different g are easily
distinguishable visually in AFM images."

AFM, transmission electron microscopy (TEM), and scan-
ning electron microscopy (SEM) all enable us to determine / and
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w of adsorbed DP. Of these, AFM is especially attractive because
of its relative ease and wide availability. However, quantitative
analysis of AFM ima§es of DP and of macromolecules in general
requires caution.'>”'® Here we note that w and h of DP are
determined differently. The AFM height profile used to deter-
mine h reflects differences between the tip interactions with the
substrate and with the DP, their different deformation by the tip,
and so on. These effects, and others, can lead to well-documented
artifacts in the measured h values. w is specified by the ridge-to-
ridge distance of two coadsorbed DPs in grazing contact.”” '
Errors in w may arise because of interpenetration of the two
adjacent DP or because of contact-induced deformation.

In the following, we report h and w of DP with g = 1—4
obtained from AFM, SEM, and TEM for DP adsorbed onto mica,
highly oriented pyrolytic graphite (HOPG), and amorphous
carbon (Cymorph)- In our analysis of the h and w data, we also
include recently obtained results'* for DP of g = 5. Overall, we
find that the h and w values obtained by the different methods are
consistent and can be superimposed upon introducing a system
specific offset. In particular, the / and w values, as obtained by
AFM, TEM, and SEM, can be collapsed onto a single master
curve, consistent with the idea that DPs adsorb as weakly
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Figure 1. In the “attach to” route, P units each carrying two blocked
functionalities (a) are polymerized, thus forming a ¢ = 1 dendronized
polymer PG1 (b). The resulting PG1 polymer is deblocked (c) and
reacted with blocked D units (d) to yield a g = 2 dendronized polymer
PG2 (e). Higher generations are created by repeating steps (c) and (d).
The ChemDraw structure of PG2 is depicted in the inset, where Boc =
tert-butyloxycarbonyl (adapted in part from ref 13).

deformed cylinders. Plots of the dendron density, p, as obtained
upon assuming such cylindrical forms, indicate that the adsorp-
tion-induced flattening decreases with increasing g. They also
yield an estimate of the density of a solvent-free corona of the
DPs studied, p = 1.35 to 1.45 g/cm®. Extrapolation of measured
solutions of D units (Figure 1) leads to comparable p =~ 1.10g/ cm?®
(Supporting Information). These p values suggest that struc-
turally perfect DP of this chemistry can be attained up to
Zmax = 6—8 and thus close to the currently explored range of

g=1-S.

Il. MATERIALS AND METHODS

A. Polymers. Polymers with g = 2—4 were synthesized from a first-
generation DP, g = 1, PG1, with two terminal amines per monomer and a
number-average degree of polymerization of P, &~ 10 600. The g =2—4
congeners, PG2-PG4, were obtained by a step-by-step dendronization,
also known as attach-to or divergent route (Figure 1). The samples were
obtained in gram quantities, and their structural perfection, as quantified
by a UV labeling technique, was in every case superior to 97% (PG2:
99.4%, PG3: 98.6%, PG4: 97.1%).

B. Atomic Force Microscopy. AFM measurements were carried
out with a Nanoscope Illa multimode scanning probe microscope

(Digital Instruments, San Diego, CA) operated in the tapping mode
with an E scanner (scan range 10 yum X 10 um) in air and at room
temperature. The AFM utilized Olympus silicon OMCL-AC160TS
cantilevers (Atomic Force F&E GmbH, Mannheim, Germany) with a
resonance frequency in the 200 and 400 kHz range and a spring constant
around 42 N/m. The AFM samples were prepared by spin-coating
(2000 rpm) the polymer solution (3 to 4 mg/L in chloroform) onto
freshly cleaved mica (PLANO W. Plannet GmbH, Wetzlar, Germany) or
HOPG (Grade SPI-2, SPI Supplies, Westchester, PA). Typical measure-
ments were carried out at resonance frequency of 300 kHz with 0.5 to 2.0
V amplitude set point and 5—90 mV drive amplitude.

C. SEM Height and Width Measurements. SEM measure-
ments were carried utilizing a cryo-FE-SEM (Gemini 1530, Zeiss,
Germany). The sample preparations for h and w measurements were
different and are described below. For height measurements, DPs were
absorbed by spin coating of chloroform solutions of concentration 1—10
mg/L, onto fresh cleaved mica (PLANO W. Plannet GmbH) or onto
HOPG (SPI Supplies). The samples were then transferred into a freeze
etching device (BAF400 Bal-Tec/Leica, Vienna, Austria), cooled to
—120°C, and shadowed with 1.5 nm of Tungsten (W) from an elevation
angle of 7°. After shadowing, the samples were high-vacuum cryo-
transferred to a cryo-FE-SEM chamber precooled to —120 °C for
imaging. Images were taken in the SE and BSE modes at acceleration
voltages of 2—10 kV and digitally recorded. h was determined from the
length of the shadow in the direction of the shadowing using the
trigonometric approximation tan o = h/(shadow length), where o is
the shadowing angle.

For w measurements, DPs were adsorbed onto mica or Cu-Grid
(PLANO W. Plannet GmbH) coated with a 4 nm thick amorphous
carbon layer and glow discharged for 30 s prior to usage. The adsorption
was carried out by contacting the grid with a 3 uL drop of DP chloroform
solution (1—10 mg/L). The sample was then immediately plunge-
frozen in liquid nitrogen after blotting off any excess liquid. The frozen
samples were next transferred to a precooled (—140 °C) freeze etching
device BAF400 (Bal-Tec, Balzers, Lichtenstein), freeze-dried at —80 °C
for 2 h, and then rotary shadowed at an elevation angle of 65°, producing
a 2.5 nm W coating. To preserve the 3-D hydrated structure, samples
were always kept below —80 °C. The samples were loaded onto the
precooled SEM cryo-stage (—120 °C) under high vacuum (VCT-100,
Bal-Tec). Imaging was carried out simultaneously in the SE and BSE
modes using acceleration voltages of 2—10 kV and recorded digitally.
The w was measured along the normal to the DP axis and corrected for
W film deposited on the DP flanks by subtracting 0.7 nm from the
measured value.”> The pixel resolution of the images was below 1 nm.
Typically, 10 w values were obtained for a single chain, and the average
value was used for subsequent analysis. The error bars refer to the
standard deviation of the w data points.

D. TEM Height Measurements. Adsorbed DPs were prepared by
spin coating of chloroform solution (1—10 mg/L) onto freshly cleaved
mica (PLANO W. Plannet GmbH). The samples were transferred to a
freeze etching device (BAF400 Bal-Tec/Leica) precooled to —120 °C
and shadowed with 1.5 nm W from an elevation angle of 7°. The
shadowed samples were then coated with an additional layer of 5—8 nm
carbon to stabilize the metal film for replica production. After coating,
the samples were withdrawn from the high-vacuum chamber, and
the metal—carbon replica was floated onto a clean water surface.
Floating pieces of the replica were then loaded onto 400-mesh Cu-
TEM grids (PLANO W. Plannet GmbH) and dried in air prior to
TEM investigation in a CM12 (FEI, Eindhoven, The Netherlands) at
100 kV. Images were recorded digitally with a Gatan CCD camera. h was
measured as in the SEM case. Typically, 10 h values were obtained
for a single chain, and the average value was used for subsequent
analysis. The error bars refer to the standard deviation of the data
points.
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Figure 2. Selected images used for height, &, determination of copre-
pared PG1-PG4 chains adsorbed on mica via AFM (a) and TEM (b). All
four g can be distinguished in the AFM image, whereas the PGI chains
are too thin to be observed by TEM. There is no aggregation, and the
chains do not cross each other. The bars in (b) indicate some of the
positions used for h analysis. (See also the Supporting Information.) The
arrow indicates the direction of Tungsten shadowing.

Ill. RESULTS AND DISCUSSION

DP of different g can be distinguished visually in AFM and
electron microscopy (EM) images because of their different
thickness (Figure 2). Quantifying their h and w is, however,
challenging because their values, in both AFM and EM, are
acquired differently. Consequently, the h and w reported here
(Tables 1 and 2) combine results obtained on different substrates
and utilizing different sample preparation protocols. Yet, as we
shall discuss, the h and w results are coherent despite these
differences.

The AFM height, hagy, is obtained from the height profile of
the polymers and is known to depend on the substrate and the
humidity as well as other factors. It can vary between experiments
carried out under identical conditions. The hppy values are
considered with caution because they reflect the different

Table 1. Heights in nanometers of DP g = 1—5 on Mica and
HOPG*

h;  substrate  g=1 g=2 g=3 g=4 g=5

06+01 15401 23403 37+02 62403
hren  mica 23404 34405 49403 73402
haey HOPG 06402 16401 27402 43+04 66+04
hseve HOPG 34403 54403 67+05

“Values determined by AFM, SEM, and TEM are denoted by, respec-
tively, by hagm, hsemy and hrea. The hagy on mica differ somewhat
from the values reported in ref 13 because of different measuring
conditions. The g = 5 values are taken from ref 14. See Figure 2 and
Figure S1 of the Supporting Information for mica and Figure 3 and
Figure S2 of the Supporting Information for HOPG.

hapm  mica

Table 2. Width in nanometers of DP g = 1—S5 on Mica,
HOPG, and C,porpn?

w;  substrate g=1 g=2 g=3 g=4 g=5

18401 29404 39+03 S0+08 7.5+04
31404 45+04 60+04 89105

69+05 8.6+02

35+ 08 46+08 7.0+08 97+08

wsem Camorph 31+£04 41406 65408 94403

1Values determined by AFM, SEM, and TEM are denoted, respectively,
by warn, wsemy and wren. The g = S values are taken from ref 14. See
Figure 4 and the Supporting Information.

WapMm ~ ica
wsgm ~— Mica
warpm  HOPG
wsgm  HOPG

interactions of the tip with the substrate and with the DP,
possible deformation of the DP, and so on. Water condensation
on the sample can also affect results.”> ~*® However, hapn
obtained from coadsorbed DP of different g eliminates some of
these variations. AFM w values, denoted here by wapy;, are
specified by the ridﬁe—to—ridge values for two chains of identical g
in grazing contact. 9721 4y kM was identified with the smallest
observed ridge-to-ridge distance. The measurement is only
possible when such surface structures occur with sufficiently
high corrugation to discriminate the two ridges. The realization
of these requirements depends on the substrate, g, and the DP
concentration.

Adsorption onto HOPG (Figure 3), a substrate with low
adsorption energy, results in extended and dense submonolayer
aggregates when the DP concentration is in the 1-10 mg/L
range. These islands arise because of both inter- and intrachain
aggregation. Islands comprising single-g DP allowed us to
measure w. Islands formed by DP of different g exhibit distinctive
terraces and were not used for w determination. For g = 1—3, the
aggregates were not sufficiently corrugated to permit w measure-
ments, and useful w data was obtained only for g = 4 to S. On
mica, where the adsorption is stronger, suitable surface aggre-
gates were formed only at intermediate DP concentrations
~30—50 mg/L (Figure 4). At high concentrations, ~100 mg/
L, the adsorbed chains are disordered and cross each other
frequently. At low concentrations, < 20 mg/L, grazing contacts
were not obtained. Both h and w can vary along a single chain.
Accordingly, the reported values are average values from ~10
measurements.

Acquiring h and w by EM also involves distinct procedures
involving different types of shadowing. Determining h requires
unidirectional shadowing, whereas w is measured following
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Figure 3. Selected images used for height, /i, determination of DP
chains (P, = 10 600) adsorbed on HOPG. In contrast with the mica case
(Figure 2), the chains form inter- and intrachain “islands” and cross each
other. (a) AFM height image of coprepared PG1—PG4. Images with
steeper color gradient (exterior frame) visualize better the PG1 chains
that move laterally while being imaged. (b) Tungsten-shadowed SEM
image of PG4. The bars indicate some of the positions used for h
analysis. (See also Figure S2 of the Supporting Information for the
corresponding images of PG3.) The arrow indicates the direction of
shadowing.

rotary shadowing, resulting in uniform coating. For SEM, the
coated specimens were used as obtained, whereas carbon replicas
were used for the TEM imaging. The & and w values obtained by
SEM will be denoted by hsgn, wsgmy and h obtained by TEM
denoted by hrgy. The SEM w measurement characterized the
narrowest stems joining “islands”. The measured / and w values
are listed in Tables 1 and 2, respectively. Note that hagy is
consistently lower than hrgy and hsgy, as  previously
reported.'”'®

The h versus g plot (Figure Sa) highlights the systematic
variation between the different systems and suggest that the
curves can be superimposed by a lateral shift. This indeed allows
us to collapse the h values as obtained by AFM, TEM and SEM
onto a single curve (Figure Sb) of the form

h(g) + C = ay/n(g) (1)

where n(g) = 2° — 1 is the number of repeat D branch units in
dendron of generation g and a is the span of such a unit. The
horizontal shift is described by C, a constant specific to a set of
points labeled by the imaging method and the substrate. C allows
for the differences between imaging techniques and for the
unknown diameter of the g = 0 chain. In Figure 5b, the C values
are chosen so as to superimpose the h(g) curves on the scaling
result, that is, eq 1 with C = 0 nm. It turns out that only the TEM
mica set is characterized by C = 0 nm. The best fit for all data sets
yields a characteristic length a = 1.29 nm related to the span of the

Figure 4. Selected images used for width, w, determination of DP
chains (a) and (b) AFM phase images of PG3 and PG4 on HOPG. (¢)
SEM image of rotary shadowed PG4 adsorbed onto a 4 nm amorphous
carbon film. The bars indicate some of the positions used for the w
analysis. For details, see the Supporting Information.

D unit and its excluded volume parameter. As discussed below,
this form is suggestive of a cylindrical object but does not allow us
to distinguish among a cylinder, a hemicylinder, or an inter-
mediate form. We emphasize that the precise cross-sectional
form of the adsorbed DP is not known.

Assuming that the DPs adsorb as weakly deformed cylinders
suggests that h(g) is comparable to the diameter d(g) of a
cylinder corresponding to fully collapsed DP such that

d- 2\/% 2)

where m(g) =~ n(g) is the mass of a dendron, p is the dendron
density, and 0 is the backbone contour length per dendron. Both
p and O may depend on g. Note that eq 2 is applicable to all g
because it reflects only packing considerations. This is in contrast
with results obtained for solvent swollen DP, where chain
elasticity plays a role.”® Rigorous quantitative comparison be-
tween eqs 1 and 2 is, however, difficult because of uncertainties
concerning p and 0.

Currently there are no measurements of  of DP. It is,
however, useful to recall the results obtained in a careful study
of bottle brush polymers comprising polymethacrylic backbone
with every monomer carrying polystyrene side chains whose
polymerization degree varied between 6 and 33.° Utilizing light
and neutron scattering, the authors found ¢ 0.241 nm for
toluene, a good solvent, and ¢ 0.207 nm for cyclohexane, a poor
solvent for the side chains. These results were independent of the
length of the side chains. As noted by the authors, AFM contour
length measurements suggest much smaller O values, an effect
that may be attributed to small backbone undulations unresolved
by AFM. Because the crowding in DP is stronger than that in
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Figure 5. (a) Experimental height /(g) values for PG1—PGS adsorbed
on mica and HOPG (Table 1) versus the generation g. (b) Comparison
of the shifted experimental data, h + C, with the scaling form eq 1.

bottle brushes, one may expect larger O subject to the upper
bound 0 = 0.25 nm corresponding to the span of two C—C
bonds in an all trans configuration. 0 = 0.25 nm should certainly
be approached as g grows toward g,,,,, the maximal attainable g of
a structurally perfect DP at the packing limit.

At the present, the p of DP is unknown. A rough lower estimate
of p(g) can be obtained assuming that the volume of a dendron is
identical to the sum of the van der Waals volumes of the
constituting atoms leading to p = 0.93 g/ cm® with negligible
dependence on g This method tends to underestimate p
(Supporting Information). A rough upper estimate utilizes the
TEM/mica measurements assuming /1 = d and 0 = 0.25 nm, thus
leading to p(g) = 4m/mn(g)a’d. For higher g values, when n = 28
and m = 2n x 175.5 g/mol,** p = (1404/7a’d) g/mol =~ 1.78 g/
cm®. This upper estimate of p does not allow for the deformation
of the cylinder. Assuming a “flattened cylinder” form, we obtain,
for each g, a p curve that varies with the “degree of flattening”. The
results depend somewhat on the assumed geometry. For the “cut
circle” cross-section depicted in Figure 6a, an estimate for p is
obtained u3pon identifying wggp = 2R, which leads to p = 1.35 to
145 g/cm” (Figure 6b and Appendix A). The p values noted above

(a)

0 1 2 3 4
z[nm]

Figure 6. (b) p curves for a for different degrees of flattening for DP on
mica of g = 2—S, as calculated (Appendix A) for the cross section
depicted in part a and assuming 0 = 0.25 nm. The filled red points fulfill
the condition wggpn = 2R = 2(hrgp — 2), thus specifying the coronal pm
as indicated by the dashed red lines.

are supplemented by extrapolation of density measurements of
solutions of D monomers in dichlorobenzene (DCB) and in
dimethylformamide (DMF). Whereas one of the solution density
curves is increasing with the DP concentration and the other is
decreasing, both lead to an extrapolated value of p = 1.10 g/ cm®. A
previous study of related DP*® suggests p = 1.2 to 1.3 g/cm’, a
typical value for aromatic polyesthers.*®

The hypothesis that DPs adsorb as weakly deformed cylinder is
also supported by plots (Figure 7) of the measured w versus the
molecular weight of the dendron, m. We first stress again that the
cross-sectional form of the adsorbed DP is not known in detail and
that w is a rough measure of the lateral span. With this caveat in
mind, most of the data points fall on a straight line, suggesting w = 1.2h.
In other words, i < w << 2, indicating a somewhat flattened cylinder
but falling short of hemicylindrical profile. Note further that the cross-
sectional area A scales as A & wh Xm ~ n.

Our microscopy results suggest that DPs adsorb as weakly
deformed cylinders and yield a rough estimate of p =~ 1.35 to 1.45
g/cm?. Using this and the other p estimates listed above, one may
consider the maximal attainable g for structurally perfect DPs of
this family, g, The maximally extended length of a strand
joining a dendron root to a free end scales as dextended/2 ~ g
whereas packing considerations for a solvent-free corona yield
dpacking ~ n'/?( 2). The two curves cross at g,.,, where the strands
attain their maximal extension, thus ruling out structurally perfect
DPs with g > ginax. The deytended values for the dendron chemistry
utilized were obtained by Chem3D extension and can be fitted by
Aextended(g) =2 % (0.85 + 1.07g) nm. Figure 8 depicts dexendea(g)
and a family of d,ciing(g) curves as obtained from eq 2 using the
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Figure 7. Experimental width, w, data (Table 2) versus square root of
molecular weight m.2* Two lines are included to guide the eye. w = hapy
as realized by a perfect cylinder (broken line) and w = 1.2 X hapy
corresponding to a flattened cylinder (solid line). The inset shows the
degree of flattening R/z versus g for 2R = wggys (mica) assuming a cut
circle profile (Figure 6a). The relationship w = 1.2 X h corresponds to a
g-independent R/z = 1.5 (Appendix A).
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Figure 8. Maximal generation for high-fidelity DP, gy, is obtained
when the diameter of a densely packed DP, dpyciing & nt/ 2(g), equals
twice the maximal extension of a g-generation strand, deyiended ~ g The
plot depicts the linear deyendea ~ g and various dpaciing ~ nt/ 2(g)
obtained for different p values discussed in the text. g, for a given p is
specified by the intersection of deytended With dpaciing corresponding to
this p. The upper and lower values of g, are indicated by vertical
broken lines bracketing the 6.1 < g, < 7.9 range.

various p estimates in the range of 0.9 to 1.4 g/cm’ previously
discussed. The intersections specify the corresponding gmax
values spanning the range of 6.1 < gy,. < 7.1 with g, weakly
increasing with the assumed p. Known densities of linear chains
comprising C, H, O, and N suggest p <2 g/ cm®?” Even allowing
for very high p = 2 g/cm? broadens the accessible range only to
6.1 < gmax < 7.9. This simple analysis implies that g, of high
fidelity DP of this family is close to the explored range of g=1-5.
A more precise value of g, is at the limit of this simple approach.

6

£

height in nm
N

] ¥ T T T T r T T T y
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Figure 9. AFM images illustrating the deformability of (a) bottle
brushes'® and (b) dendrimers.*®

With this reservation in mind, the following points merit con-
sideration. Because the van der Waals estimates leading to p =
0.93 g/cm” usually underestimate p (Supporting Information),
this analysis suggests that high-fidelity g = 6 DPs are attainable.
Our discussion concerns DP of high structural perfection thus
having integer g values, and as a result, g, < 7.9, as obtained for
the high end p = 2, implies gy, = 7. The experimental feasibility
of g="7 dendrons depends on the precise value of p: Itis ruled out
by p = 1.10 g/cm® but may be reachable if p = 1.35 to 1.45 g/
cm” is closer to reality. For trifunctional dendrimers of this
family, ginay is obtained from T2 ended/6 A2 3 X 350.4 X n(g)/p,
thus leading, as expected, to a higher g, in the range 12.7 < gax
< 14.1. Better characterization of p will thus be helpful in guiding
future synthetic efforts in this area.

Our results quantitatively support previous observations indi-
cating that DPs adsorb as weakly deformed cylinders. This weak
deformability distinguishes DP from dendrimers”®>* and bottle
brushes'®~'* (Figure 9). Adsorption of poly(amidoamine) den-
drimers on mica has been studied by atomistic MD calculations
of g =2—5 and AFM measurements of g = 5—7. The MD study
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lead the authors to conclude that “the dendrimers are shown to
be highly flexible and capable of forming very flat structures with
little free volume left inside the polymer”*® whereas the AFM
measurements suggested that “the heights of the molecules as
determined by AFM are much less than the diameter in their
spherically symmetric state”.”® Qualitatively similar results were
obtained in AFM measurements of g = 9 poly(amidoamine)
dendrimers at the liquid/solid interface. These lead to average
height of h = 4.7 nm and a full width at half-maximum height of w
= 12.3 nm, thus indicating considerable ﬂattening.33 Analogous
behavior was observed in adsorbed hyperbranched polymers****
This difference in deformability is traceable to geometry effects.
Dendrimers are spherical brushes where repeatedly branched
dendrons replace the linear branches found in star polymers.
Similarly, DP is a cylindrical brush formed by dendrons rather
than linear chains. The volume available to a side chain, be it
dendron or linear chain, is smaller in a cylinder, thus leading to
stronger stretching and weaker deformability. Adsorption of bottle
brushes of linear chains on mica leads to strong coronal deforma-
tion, as seen in AFM images'® "> supported by recent theoretical
analysis.3 Such bottle-brushes, like DP, are forms of cylindrical
brushes, and the differences in deformability are due to the stronger
stretching in DP where the side chains are repeatedly branched. We
finally note that adsorption of bottle brushes can lead to chain
scission, although we did not observe a similar effect in DP.>¢

The effect of adsorption on DP differs qualitatively from the
bottle brush and dendrimer counterparts. It is, however, some-
what similar to the adsorption effect on tobacco mosaic virus
(TMV). In a solution, the virus is a hollow cylindrical tube with
outer and inner radii of 9 and 2 nm. Its structure on strongly
adsorbing SiO, surfaces was studied by small-angle X-ray scatter-
ing (SAXS) and grazing incidence small-angle X-ray scattering
(GISAXS).?” Whereas the width is essentially unmodified, the
height decreases because of the collapse of the inner cavity
leading to h/w ~ 0.57. AFM measurements indicate that h
changes with the substrate and the pH. Values as low as 10 nm
were reported and attributed to adsorption-induced distortion.*®
Therefore, TMV, like DP, adsorbs as a distorted cylinder,
although its distortion is stronger for the surfaces studied. Similar
rod-like forms are observed in adsorbed core—shell bottle
brushes with cross-linked shells.*

IV. CONCLUSIONS

Imaging of adsorbed DP suggests cylindrical form with
comparable & and w. However, the majority of the previously
reported results were obtained by AFM, and their interpretation
is difficult because of well-documented artifacts associated with
this technique. To gain a better understanding of DP adsorption,
we studied & and w of DP adsorbed onto mica and HOPG
utilizing both EM and AFM. In our study, we utilized a homo-
logous series of DP with g = 1—5 coadsorbed onto the same
surface. The measured results were thus obtained under identical
conditions, allowing us to eliminate spurious effects that occur
when each DP is adsorbed separately. Importantly, this proce-
dure is possible because of two distinctive features of DP:
(i) AFM and EM allow us to distinguish between DPs of different
g because of their different thickness and (ii) all members of the
homologous series exhibit similar interactions and can be coad-
sorbed onto the same substrate under identical conditions. The
use of homologous series is important for two additional reasons.
First, the interactions between the AFM tip and the DP of

different g are comparable. Second, the homologous series
affords a “tuning parameter”, g, which does not exist when
studying the adsorption of “single thickness” polymers such as
DNA. Therefore, one may analyze the variation of h and w as a
function of g and compare it with theoretical expectations.

Our results support the suggestion that DPs adsorb as weakly
deformed cylinders though the degree of deformation varies with
g Their flattening weakens as g grows. Importantly, the EM and
AFM results can be superimposed by horizontally shifting data
sets obtained for a specific surface and microscopy technique.
The resulting #(g) and w(g) plots exhibit n'/* scaling as expected
for adsorbed cylinders. We stress, however, that this scaling is
expected from a family of cross sections including, for example,
hemicylinders. We should add that our observations concern
mica and HOPG surfaces and different behavior may occur at
different substrates.

Analysis of the h and w data suggests p = 1.35 to 1.45 g/cm”.
Extrapolation of density measurements of solutions of D mono-
mers in DMF and DCB leads to a lower estimate of p =~ 1.10 g/
cm’. Altogether, the p values suggest 6.5 < gy < 7.1. The
estimated g,,,, range broadens somewhat if one uses the van der
Waals p =~ 0.78 g/cm3 and the high end p = 2.0 g/cm3, thus
leading to 6.1 < gy < 7.9. Importantly, all g, estimates are
close to the currently explored range of g = 1-5.

The coronal deformation of adsorbed DP is lower than that of
dendrimers because the cylindrical geometry of the DP provides
lower volume per dendron, thus giving rise to stronger chain
stretching. Bottle brushes of linear chains are more deformable
than DP comprising repeatedly branched dendrons because the
strands in the highly crowded DP are closer to their maximum
extension. These arguments suggest that DP with g > S will
exhibit less deformable coronas and possess higher backbone
rigidity. The synthesis of DP with g > 5 is, however, expected to
face difficulties as g is approached because of decreasing
accessibility of the reactive free ends and solubility problems.
The feasibility of g > 5 remains to be explored.

B APPENDIX A: p FOR A FLATTENED CYLINDER

To calculate p for each experimental measurement point
without using the fitting parameters a and C, we assume a cut
circle profile (Figure 6a) of variable radius R whose center resides
at a distance 0 < z < h/2 above the surface and whose highest
point equals & = z + R. For z = h/2, this form corresponds to a
circular cross-section, and for z = 0, this corresponds to a
hemicircle. The density of a dendron of volume V(z) is

(2) = m(g)  m(g)

V)~ AR (A1)

where the area of a cut circle is

Az)= %RZ + 2/ VR? — &2 dx
0
=R + ZV1—2>—cos ' Z) (A2)

Here Z=z/Rand R=h — z. p(z) is thus estimated from eqs Al
and A2 for each g using the measured heights h, the known
m(g),”* and assuming O = 0.25 nm (Figure 6b). The known width
w = 2R and h are used to obtain a z value for each g viaz/w = h/w
— 1/2 (filled red circles in Figure 6b). The degree of flattening
can also be expressed in terms of the width-to-height ratio,

R/z=vy/(2 — y) withy = w/h.
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