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ABSTRACT: A unified Flory-type theory of dendron brushes, dendrimers, dendronized polymers, and
forests yields scaling rules, state diagrams and information on the collapse transition. The theory also
describes the corresponding brushes of linear chains: stars, bottle brushes, and planar brushes. It thus permits
a detailed discussion of various tuning parameters and their effects for the different brush types. The
discussion addresses the effects of solvent quality, grafting density, the persistence length, and branching
functionality. The theory is formulated for the case of “identical monomers” assuming that spacer monomers,
junctions, and ends are identical in shape and interactions.

I. Introduction

Regularly branched dendron chains can be attached to a point,
a line, or a surface thus giving rise to dendrimers, dendronized
polymers (DP), and dendronized surfaces known as forests.'
These are the counterparts of star polymers, bottle-brushes and
planar brushes as obtained from terminally anchored linear
chains. In dendron brushes, as in brushes of linear polymers,
the chains stretch out to reduce the monomer density and the
associated free energy penalty. However, the two types of brushes
differ in a number of respects: Simple brushes consist of single
type of monomer, end effects are negligible and the polymeriza-
tion degree has no upper limit. In contrast, dendron brushes
comprise junction and spacer monomers, end effects are impor-
tant and the polymerization degree is bound. For simple
brushes the polymerization degree N describes the linear chains.
The properties of dendron brushes reflect the number of junc-
tions n and their functionality, X, the length of the spacers, s, and
the generation of the dendron, g, i.e., the smallest number of
junctions joining the root and terminal monomer (see Figure 1).
The multiplicity of tuning parameters motivates the development
of a phenomenological theory relating the structure to observable
properties such as dimensions. The simplest approach is based on
a Flory type free energy, a method that yielded a successful
description of dendrimers’ '* and enabled extension to dendro-
nized polymers.'!

In the following, we reformulate the Flory type theory of
dendrimers and DP”!! 50 as to obtain a unified description of the
three types of dendronized and linear brushes i.e., brushes grafted
to a point, a surface of dimensionality m = 0, to a line
m = 1, or to a planar surface, m = 2. This formulation brings
out the similarities and differences between the three architectures
for the two families of brushes. For each system, it addresses three
groups of issues: (i) geometric characteristics such the maximal
attainable generation, g, and their dependence on m; (ii) scaling
laws characterizing the dependence of dendron size on dendron
parameters X, g, s, n, etc. (Table 1); (iii) the collapse behavior of
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Figure 1. Different dendrons brushes considered in this manuscript
and their linear chains counterparts: tethered to m = 0 (point), m = 1
(line), and m = 2-dimensional surfaces. Dendrons have n junctions
distributed over g generations, an f-functional root monomer, their
mean lateral distance is denoted as 0. Linear chains (a) and f~functional
stars (b) are special cases of dendrons (¢c) withg = I,n = landn = f,
respectively. Linear chains, and spacer chains comprising s monomers
are considered semiflexible with persistence length /, = pb, where b is
the size of a monomer and p the number of monomers in a persistent
segment (b and p not explicitly shown).

dendron brushes within the Flory approximation. Our primary
results concern the three groups of dendronized brushes-dendri-
mers, dendronized polymers and forests-but these reduce to their
“simple brush” counterparts for the proper choice of parameters.
Importantly the theory allows to compare between the scaling
laws for different solvent qualities and between the boundaries of
the scaling regimes as they occur for each of the systems. While it
recovers earlier results, on dendron brushes and brushes of linear
chains, it also yields new ones such as the scaling laws for forests
in general and for dendronized polymers at the © temperature.
Importantly, at the ® temperature it is necessary to distinguish
between Gaussian, ©,, and swollen, O, subregimes. In the ©, the
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Table 1. Scaling Laws of R.,/b for Dendrimers (m = 0), Dendronized Polymers (DP) (m = 1), and Dendron Forests (;m = 2) under Good, O, and
Poor Solvent Conditions”

m-dimens surface good solvent (r > 0) O, solvent (7 either sign) poor solvent (t < 0) system
m= 0 S0P ) s12pl/2 s3)g 713 linear chain
point F13305(pp) /5 flAg12p18 U313 g1 star
n 32353 S(pr) /5 n/4gl/dg 1/2p1/8 n'Bs 3713 dendrimer
( Rmm R() mux/b)l"‘5 (Rmm RO mux/b)”8 Rminﬂ 13 any
m= 1 S Ao p) 1 $23plIS(3 )13 s V25 )12 bottlebrush
line nl/g12 3/4(”) 43 /by~ 14 n gl 323,16(8 1p) =13 V2512 =125 gy 12 DP
( Rmm RO ma\x/b)”4 (Rmin4R02Rmux/b)l/’6 Rmin‘ﬂil/z any
m= 2 s(po)'P(o/p) 3 s(po) 4 0/b) ! st Y (o/b) 2 planar brush
plane n'3g?Bs(pr)'3(0/p) 3 n'2g' 2spl4(6/p) ! nsz|”'(0/p) 2 dendron forest

(TRmmRO m'dx/b)l 3

(Rmm 12()2Rmux/b)l A

-1
Runin7] any

“Results for semiflexible linear chains comprising s monomers, bottlebrushes, and planar brushes are contained as the special case of n = 1, ¢ = 1,and
also tabulated. Results for stars (m = 0) with side chains of length s are obtained from the more general result for dendrimers upon choosing n = fand
g = 1. p denotes the number of monomers in a persistent segment of the spacer chain, or of the linear chain in the absence of junctions. The three
characterlstlc 8izeS Rpmin, Ro, and Rpyax correspond to the (grafted) collapsed, ideal, and maximum stretched state, respectively. The O, regime with

Reg b = Ry/b = s"7g"?p!? is not listed separately, except for free linear chains. The system labeled with an asterisk cannot exhlblt ©, scaling
(cf. Appendix B); mentioned is the @, scaling. All scaling laws hold within a limited range as discussed in Appendix B.

chains are Gaussian while in the ©, they are swollen because of
ternary monomer—monomer interactions. Apart from these
“habitual” outcomes our analysis of the scaling regimes high-
lights distinctive problems facing the study of scaling effects in
dendron brushes. These problems are traceable to three origins:
(i) Dendron scaling laws are applicable in a relatively narrow
parameter range. (ii) These scaling windows can be separated by
extended crossover regions displaying no simple scaling behavior.
(iii) The scaling laws of the simplest, “homopolymer” dendron
brushes depend on a number of scaling variables. This is in
contrast to linear homopolymers controlled by a single scaling
variable, the polymerization degree N. Itis thus challenging, as we
shall discuss, to distinguish different scaling laws without judi-
cious variation of garameters such as X. Following the majority of
earlier theories,’ our discussion focuses on the “single mono-
mer approximation” assuming that all monomer species have
identical dimensions and that their interactions are described by
identical virial coefficients. This description is strictly applicable
only to computer simulations where the underlying assumptions
can be imposed. However, it provides qualitatively useful insights
on dendron brushes in general and serves as a basis for the
formulation of more detailed theories distinguishing between the
different monomeric species. These results are of interest in view
of the intense experimental act1v1t¥ in this area'* and the
growing number of simulation'®?*3733 and theory'->"36-54757
efforts concerning dendronized systems.

In section II we recall structural aspects of dendronized
brushes, including the number of free ends, n,, characteristic
length scales and the maximal attainable generation due to pack-
ing constraints, g,... We discuss three important length scales,
Rinax, Roand a Ry, corresponding to a fully extended strand, toa
Gaussian strand and to a collapsed, grafted dendron. These
enable a unified formulation of scaling laws and the boundaries
of the scaling regimes as well as deciding the relevance of free
energy terms. A scaling theory of dendronized brushes is de-
scribed in section III. It is obtained from the free energy per
strand allowing for the strand elasticity as well as for binary and
ternary monomer—monomer interactions. The boundaries of the
different scaling regimes for good, ® and poor solvent are
discussed in section IV where we distinguish between Gaussian
0O, and swollen O, regimes. Section V is devoted to a discussion of
the collapse behavior using a modification of the approach of
Birshtein—Pryamitsyn®® and Fixman.” The consequences with
regard to the design of simulations and experiments are outlined
in Section VI.

I1. Dendron Structure: Free Ends, Length Scales, and g,,,.x

Certain aspects of dendron behavior are dominated by struc-
tural and “geometric” features. These features include two groups
of quantities. One is the number of different types of monomers,
junctions, 1, free ends, 1, and total number of monomers, ns. The
second group consists of three characteristic length scales Ry,
Ry, and R, corresponding respectively to a fully extended
strand, a Gaussian strand, and a collapsed, close packed grafted
dendron. The three R’s play multiple roles in our subsequent
discussion. The ratio R,/ Rmin measures the possible range of
variation in the size of dendron brushes and the maximal
attainable generation g, is specified by Rpax/Rmin = 1. The
ratio Ro/Rnin provides information on the relevance of the
confinement free energy for collapse. Finally, the combina-
tion of the three R’s enables a compact formulation of our scaling
laws and convenient method for comparative plots of scaling
regimes.

The “first” monomer of the dendron, the root, is assigned a
functionality /. When anchored to a line or surface the grafting
density is characterized by the distance between anchors, 9.
The grafting density is thus 1/6 or 1/6° . In the following, we
focus on dendron brushes, assuming that 0 is small in compar-
ison to the span of a free dendron. For the case of poor solvent,
this implies that 0 is small in comparison to the size of a
collapsed, dense, free dendron. In our discussion of dendro-
nized polymers we consider locally rigid backbone resulting in
cylindrical symmetry. A first generation dendron is obtained
by reacting the f functionalities with junction monomers
having functionality X. Note that f counts the number of sites
reacting with junctions. In dendronized polymers additional
two functionalities are utilized to create the backbone while in
forests an additional functionality anchors the dendron to the
surface. The creation of second generation dendrons involves
reacting the f(X — 1) free junction functionalities with
X-functional junctions and so on. In the general case both
the junction-junction and junction-root bonds incorporate a
spacer chain comprising s units. The number of junctions
grows by a factor X — 1 in each generation. Accordingly the
total number of junctions is the sum of a geometric series,
n=f+fX—D)+fX—1)7"+..,

-1y -]
T ey M



Article

Note that eq 1 applies when each reaction is carried out to
completion. Importantly, the fraction of free ends among
junctions is

ne (X—2)—|—f/n>X—2
n (X-1) ~“x-1 @)

Thus, n./n > 1/2 when X > 3 and end effects are not negligible
for dendrons. Note however that the fraction of free ends
among the total number of monomers, including spacers but
excluding the root, is n./ns and thus smaller.

The volume per dendron within a brush of crowded dendrons is

V=6W1R3—n1 (3)

where R s the span of the dendron along the normal to the grafting
surface and m is the dimensionality of the grafting “surface”, i.e.,
m = 0, 1, 2 corresponding respectively to a point, a line and a
surface. Accordingly, the average monomer volume fraction is

_nsh®  nsh?

= Ty ! @

where nsh® is the volume occupied by a densely packed dendron.
As noted earlier, we consider all monomers, junctions, free ends,
and spacers as identical spheres of diameter b.

The size of the dendron is determined by the span of the strand
joining the root with a terminal monomer. A key feature of
dendrons arises because the number of monomers increases
exponentially, as (X — 1)°, while the maximal span of the
dendron, as estimated by the length of fully stretched strand

Rmax = ng (5)

increases linearly with g. The minimal possible span of a dense
dendron brush corresponds to ¢ = 1

ns
Rmin =b TS am
{(5/17)

Note that in our discussion the monomer diameter in eq 6 is
identical to the bond length in eq 5, though the two may actually
differ. The range of size variation of dendron brushes as the
solvent quality is varied is bound by

Rupox B gs ) m/(3—m)
R (ns)u(s—m) b

n71/3gs2/3 m=10
= n g 2(6/b) m
n~1g(d/b)’ m=2

] 1/@B=m) ©)

(7)

The ratio Rp.x/ Rmin characterizes the maximal possible difference
between swollen and collapsed chains grafted to a m-dimensional
surface. In contrast to linear chains and their brushes, Ry.x/
Rpnin of dendron brushes ultimately decreases with g and
eventually reaches unity. This ratio exhibits a maximum
(Figure 2) because Ry, grows exponentially with g, while
Rinax increases only linearly. The condition R,;,,= Ry,.x defines
Zgmax, the maximal attainable g. Assuming g.,., > 1 and thus
Zmax > In gy leads to

In[(X —2)s*""(6/b)" //]
In(X—1) ®)

Zmax ~ 1+

and the maximum number of junctions compatible with pack-
ing constraint is 71, ~ f[(X — 1)*™ — 1]/(X — 2). Note thateq 8
underestimates gn. as compared to the value obtained nu-
merically from Rmin = Rmax- In CVEeTY CaSE, gmax and Rmax/ Rmin
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Figure 2. Ratio R,.x/Rumin VS generation g for dendrons incorporating
fully flexible spacers (p = 1) at three different choices of spacer length
and tethering density. Each graph shows the ratio for both linear chains
(X = 2,f= 1)and X = 3-functional dendrons (/' = 1), and for all three
surface dimensionalitiesm = 0, 1,2. Some of the X = 3 curves form = 2
are hardly visible, signaling the absence of geometrical possibility to
create the corresponding structures.

Figure 3. Maximum attainable generation, g,y form = 1,2,3 asa
function of s and d/b for the case X = 3 and f = 1.

decrease as the functionality X' > 2 increases. It is possible to
increase gnax and Rpya./Rmin by increasing s or 0 (Figure 3).
However, s is a tuning parameter only for dendrimers, m = 0,
and DP, m = 1, while ¢ is a control parameter for DP and
forests, m = 2.

A second ratio of interest is

Rmin B (ns)l/(ii—m) (b)m/(i’)m)

Ry (gsp)? \O
/3= 1/25=1/6,=1/2 m =0
nl/zg_l/Q(pé/b)ﬂ/2 m=1 (9)

ng =2 (s/p)2(0/b) 2 m =2
Here R, is the Gaussian span of a semiflexible strand as given by

Ry = (g5p)"°b (10)

where p ~ [,/b < s is the number of monomers in a persistent
segment of length /,. R,in/Ryis anindicator for the possibility of a
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Figure 4. The R.,;, = Ry (transparent lattice) and Ry,jn = Rmax (Opaque
colored) surfaces form = 1,2, 3 in the case X = 3 and f = 1. While the
parameters and their range vary with m, all plots depict the width of the
Ruin < Ry < Rpax region, confined between the two surfaces, and its
dependence g, s, and p. Note that the plot does not include the surface
delineating the underlying assumption Ry, > 0.

collapse transition as discussed in section V. It is also helpful in
setting the form of the elastic entropy invoked for discussing the
collapse behavior. R, of dendron brushes is often larger
than R, and in such cases the confinement term of the elastic
free energy does not play a role. The surfaces corresponding
to Rpin = Rmax and Ry, = Ry are depicted in Figure 4 show-
ing that the Ry, < Ry < Rpnax region broadens with s and
narrows with increasing p.

As noted before and will be discussed later, it is possible to
express our scaling results in terms of Ryax, Rimin, Ro, given by
eqs 5, 6, and 10. Accordingly, the variables g, n, and s appear
via the combination gs or ns in all results as exemplified by
eqs 7 and 9. It is further useful to note that only Ry depends on
p while the d dependence is limited to R, (Appendix A). Note
further these expressions reproduce the behavior of linear
chains and their brushes upon setting g = 1, n = f, and
identifying the number of monomers in a grafted chain with
5.°0 In these systems / = 1 except for star polymers where f > 1
is the number of arms.

III. Scaling Behavior

The span of a dendron brush is determined by the end-to-
end distance of a strand joining the root to a terminal mono-
mer. Accordingly the equilibrium state corresponds to a
minimum in the free energy per swollen strand.” For the
purposes of scaling analysis the free energy per strand Fiirang
comprises three terms: Fu/kT = (R/R,)” specifies the Gaussian

Kroger et al.

stretching penalty, Fyinary/kT = vegs/p = t¢gs allows for
binary interactions between persistent segments for a strand
comprising gs/p persistent segments and Fiepnary/kT = welgs|p =
¢°gs reflects the corresponding ternary interactions. Here, ¢ is the
concentration of persistent segments, ¢ is the monomer volume
fraction and T = (T — ©)/T is a reduced temperature character-
izing the deviation from O temperature and setting the sign
of Fyinary- The second and third virial coefficients of interac-
tions between Persistent segments comprising p monomers are
v =1l’b~1p’h’ and w = 1,6’ ~ p*b°. Altogether

Firmd _ ( R ) 2 vngs® wngs® (1)

kB T - RTU O"R3— mp2 52mR6 - Qmpg

Note thateq 11 does not enable a discussion of the possibility of a
collapse transitions because the Fy utilized does not allow for
confinement. However, this limitation does not affect the collapse
scaling laws we will obtain, as determined by the interplay of
Foinary and Fiernary- A generalized Fy, allowing for both swelling
and confinement, is discussed in section V dealing with the
collapse behavior.

The equilibrium state is specified by minimization of Fy g
with respect to R. Since the three terms contain powers of R, the
equilibrium scaling behavior can be obtained by equating the
relevant free energy terms. The good solvent case corresponds to
Fiinary = g, the swollen © regime, O, to Fiernary = Fey,” and the
poor solvent case to Fyjnary = — Fiernary- The O regime corre-
sponds dendron brushes swollen because of ternary interactions,
irrespective of the sign of 7. This regime has no counterpart
for free linear chains. In addition, when F is large compared
with both interaction terms, the equilibrium size coincides with
that of an undisturbed Gaussian coil, R, (see also section V),
a regime we denote by @,. As we shall see for dendron brushes
the boundaries of the ©; regime are wider in comparison to the
O, regime (see also Appendix B3). As for linear chains, good
solvent implies 7 > 0 while poor solvent occurs for 7 < 0. The
importance of the interaction terms is graded by their value at
R = Ry where Fy(Ry) = kgT. In terms of the triple R we have

Fbinary (RU) =7 Rmin s Rmax (12)
kgT Ry b
6—2m
F ternary (RO ) ~ Rmin Rmax ( 1 3)
kgT Ry b

where (Rmin/Ro)> " is the ratio between volumes occupied at
Rmin and at RO' Accordingly Fbinary(RO)/Fternary(RO) = T(RO/
Ryin)’ ™" and Fiernary is dominant when 7 < (Rimin/Ro)> ™.
For the good and ©; solvents regimes the equilibrium span
of the strands exceeds R, since the interaction free energy is
larger than kpT.

Altogether the good solvent regime is specified by Fiinary-
(RO) > Flernary(RO) and Fbinary(RO) > kBTa yleldlng

Rggod ~ b[‘mg2s3p(b/5)’"}1/(5 —m)

b/ /5g2/5 315 p1 /5 m—
bttt /Agl2 gl pl/a(p I\ A = 1 (14)
b11/3n1/3g2/3sp1/3(b/6)2/3 m=9

|
o

or Rggod =~ (TRmin> "™ Ro*Runax/b)"/C ™™ (see Appendix A). The
O, solvent behavior requires Fiernary(Ro) > Foinarg(Ro) > —kgT
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Figure 5. Triple R state diagrams for r = 1 and all three surface dimensionalities (row 1, m = 0; row 2, m = 1; row 3, m = 2). The left-hand side
provides a zoom into the regime of small sizes R from the triple R diagrams shown on the right. The ranges are chosen to capture systems of dendrons,
on the left, and of linear chains, right. With increasing surface dimensionality, the good solvent scaling window extends to smaller R, and tends to
require larger R,.x. Not shown in this figure are the remaining scaling regimes, regions forbidden due to packing constraints ngax > Rmin), and regions

where scaling is absent. The construction of these triple R state diagram from inequalities G1-G4 is demonstrated, for 7 =

/>, in Figure 6. The theory

applies to the regime Ry > 0, the coloring is therefore chosen to depend on Ry/b alone.

and Fiernary(Ro) > kT, leading to

RE: =bl*g’s"p(b/0)™"]"/ 72"

bn1/4g1/4sl/2p1/8 m=0
_ bn1/3g1/3s2/3p1/6(b/6)1/3 m =
bn'2g 2spt/i(b)8)  m = 2

I
—

(15)

or RS{ = (Rumin” 2" Ro*Rinax/b)"® 2™ The O, regime, with ideal
chain dimensions, is obtained when the interaction terms are too

weak to disturb the elastic term, i.e., if [Fyinary(Ro)| < kT and
F ternary(RO) < kB T. P

RO =Ry, (allm) (16)
The poor solvent regime with Fyjn,ry(Ro) < —kgT leads to

poor A (17)
eq (_T)l/(3*m)

and is thus restricted to —1 < 7 < 0 to ensure REJ™" > Rppip.
Notice that RE®! > R% > R > RR', if the inequalities
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defining the regimes are fulfilled. The ordering is not obvious
from the scaling forms but can be seen upon expressing eqs 12 and
13in terms of the equlhbnum sizes: Fbmm(Ro)/kBT~ (R%’f;o‘jl/Ro)5 "
and  Femary(Ro)/kpT = (Req/Ro) 8=2m Hence RS{ > R, when
Fiernary(Ro) > kgT. The inequality x* > )" implies x > yif x >
I,y > land a < b. Accordingly, Fyinary(Ro) > Fiernary(Ro) implies
Rgood > R because 5 — m < 8—2m. Note that the opposite
mequahty x“ < 3" only implies x < y”which does not exclude x
> y.Inapoor solvent RES™" > Ry is possible though RE™" < Ry is
a prerequisite for a collapse transition.

IV. Applicability Range of the Theory and the Scaling Regimes

The scaling laws reported above are applicable subject to
inequalities enforcing the underlying assumptions and the pack-
ing constraints. Some of the requirements apply also to linear
chains and their brushes: The Gaussian extension elasticity F/

~ (R/Ry)* is only applicable when gs > 1 though it is
reasonable approximation when gs > 3. Approximating the
interaction free energy by the second and third virial terms
implies ¢oq < 1. As already noted, swollen regimes with R.q >
Ry occur when Fiperaciion > kg T. However, for dendron brushes it
is also necessary to impose (i) Rmax > Req > Rpin to allow for
packing constraints (ii) Req > Rpin S0 as to ensure ¢q < 1 and the
applicability of the virial expansion, (iii) the inequalities required
for the various solvent regimes such as Fyjnary(Ro) > Fiernary(Ro)
for good solvent, or Fiemary > kgT for O solvent; the latter
condition is never fulfilled for linear chains. In addition our
scaling analysis applies to brushes of crowded dendrons when
Ry > 0 and to semiflexible chains with p <s (Appendix B). These
requirements, the packing constraints in particular, narrow the
scaling regimes of dendronized brushes as compared to these of
“normal” brushes.

For comparison purposes it is helpful to express the inequali-
ties in terms of the triple R: R.n, Ro, and Ry, This auto-
matically ensures a common description applicable to both
dendronized and normal brushes. In this presentation the two
systems differ because the accessible range of Ry, Ry, and
Riax 18 much smaller for dendronized brushes because of
packing constraints manifested by g.x. This is illustrated for
the athermal solvent with 7 = 1 in Figures 5 and 6. The effect of
7 variation on the scaling regimes of DP (m = 1) is depicted in
Figure 7. All state diagrams contain significant regions where
the scaling regimes do not apply. A similar though weaker
effect occurs also for linear chains.

The triple R plots bring out certain common features of
dendronized and normal brushes. However, this presentation
hides useful design information regarding the effect of s, p, g, 9, X,
or f. To explore these trends it is helpful to depict the scaling
regimes in g, p, s plots as illustrated in Figure 8 showing the good
and O, regions for the case of X = 3 and tethered dendrons at
7 = land & = 5b. On the basis of information gathered from
such plots (cf. ref 62), the following trends emerge: Both the poor
and good solvent regimes broaden with increasing |7/ and s.
Similarly, for m >0, the boundaries of both regimes broaden with
0/b. The poor solvent range is independent of p since it is
determined by the interplay of Fyinary and Figrmary- In contrast,
the boundaries of the good solvent and ©; regions do depend on
p because they reflect the interplay of Fiyeraction and the p-
dependent F,. ©; regimes can occur for both positive and
negative 7. Its boundaries broaden as |7] increases but shrink as
0/b increases. While the boundaries of the ©, regions depend on
p, the dependence is weaker than in the good solvent regimes. The
good solvent regime decreases in size with increasing m for a
constant 0. It also decreases with increasing X due to the
corresponding decrease in g.... Importantly, for all solvent
regimes the accessible g range is rather narrow, even for relatively

Kroger et al.

Figure 6. Additional information about the left column of Figure 5,
here for a slightly different solvent quality, 7 = !/,. For each m (from
dendron, m = 0, to dendronized forest, m = 2) all four meshes
corresponding to the inequalities G1—G4 are shown. The actual scaling
window has to respect all inequalities and is thus bound by these
surfaces. Similarly, the ©, and poor solvent regimes are obtained by
considering inequalities T1—T5 and P1—P2.

large s. For the spacers considered, with 1 < s < 10, the widest g
range is of order 10 and is typically narrower. The narrowness of
the good solvent scaling windows is due, in part, to the relatively
fast %rowth of Ryin With n. In partlculdr it increases faster than
REGC for m < 2 and faster than Req form = 0.

The state diagrams depicted concern a particular choice of
parameters. They highlight however a general difficulty in
discriminating scaling laws due to two features: (a) The narrow-
ness of the domains where the scaling laws apply (b) the
occurrence of relatively broad crossover regions. The state
diagrams are thus helpful for the design of simulations and
experiments aiming to probe scaling behavior. A utility ogenerat-
ing state diagrams for arbitrary parameters is available.®*
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Figure 7. Effect of solvent quality on the triple R state diagram and size
of the good, ©; and poor solvent regimes for m = 1 (dendronized
polymers), from 7 = 1 (top) to r = —0.1 (bottom). The region where
scaling behavior is absent is partially accessible within packing con-
straints, because it extends into the region where Ryax > Rupin, Most
easily seen at 7 = —0.1 (the diagonal plane limiting the poor solvent
regime toward low Ry, has R,.x = Ryn)- For free linear chains, R, <
Ry holds, and thus renders the O, regime inaccessible.

V. Collapse

The free energy, eq 11, can not fully describe the collapse
behavior when Ry > Ry,;n. To explore the possibility of a collapse
transition it is necessary to replace Fu/kgT = (R/Ro)* by Fy
allowing also for confinement to R < R,. To this end our
discussion follows the analysis of the collapse transition as carried
out by Birshtein and Pryamitsyn®® utilizing earlier results by
Fixman.” It invokes a numerical approximation of the Fixman
result (see Appendix C)

F R\2 RAY3 o /RN

La(=) =3(=) +2(=2 (18)
ksT  \Rqg Ry 5\ R
enabling the study of Fyrand = Fei + Foinary + Frernary s a func-

tion of the swelling ratio a = R/ R, defined in terms of the radius
of gyration

F, strand ~
kgT

. 2 )
o —3a!/? +5a_5/2 +TBo" A Ca® 0 (19)
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good solvent (7= 1) m=0 ®solvent (t=1)

18—

Figure 8. Left column: Particular representation of the more general
triple R state diagrams (cf. Figure 5), again for all surface dimension-
alities m (increasing from top to bottom) at r = 1. The particular choice
is X = 3, f = 1 (free or tethered three-functional dendron), and 0 = 5b
so that the scaling diagram can be drawn in terms of generation g, spacer
length s, and persistence length ~ p. Corresponding results for O,
scaling are shown in the right column. The two regions have a common,
curved boundary. With decreasing 7 the volume for the good solvent
scaling regime shrinks (not shown) with concurrent growth of the ©;
regime, as the geometrical bounds are unaffected by 7. With increasing
functionality X the geometrical bound is decreasing further.

Here 7B = Fyinary(Ro)/kgTand C = Fiemary(Ro)/kgT are explicitly
specified, using eqs 12 and 13, by

g 18)(0/0)" —B-m2 Ca ’ (20)

(gs)(lfm)/Zp gs

B and C can also be expressed conveniently in terms of the triple
R’s, cf. eq Al of Appendix A:

Rma.x Rmin oz Rmax
= (e e=(B) (%) @

For given 7B and C the equilibrium swelling ratio o is specified
by minimizing Fyang (€q 19) with respect to o, for each m, subg'ect
to the relevant constraints: Rpin < Req < Rmax, OF (C/B)l/(3_m <
Oeq < B(pC) ~ 12 as well as Ry > O (see Appendix B for further
considerations concerning solvent quality). Equation 19 describes
brushes of both dendrons and of linear chains depending on the
choice of B and C as well as the imposed constraints.

We note in passing that it is common practice to base the
discussion on the equilibrium condition, d Fy;nq/dot = 0

1 _
(1e<15 N 5 (aeqw/?) + aeql/Q) = TBaEqm + CaeQQm ’ (22)

Equation 22 is useful for analytical calculations and approxima-
tions. It is also of interest because it is the equilibrium condition
invoked previously.”*® From this point of view note that in these
papers the left-hand side of eq 22 is approximated by acqs - (xcq3
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Figure 9. The ratio a = R/R, obtained from eq 22 for all three surface
dimensionalities, m. The exact numerical result, c¢f. Appendix C, is also
plotted, but not visible as it coincides with our approximate result based
on eq C35. The broken reference lines are the predictions based on the
approximation proposed in ref 58. B and C are specified in eq 20.

and (9/712)(()Leq3 — Og) for 7 > 0 and 7 < 0 which perform poorly
around 7 = 0 (Figure 9). In the case of dendron brushes, where
packing constraints are especially important, the solution of eq 22
may fail to capture the accessible minimum free energy state.
Furthermore, from a practical point of view the use of eq 22 to
investigate the collapse transition requires anyhow a numerical
solution. Altogether, eq 22 is thus of limited utility.

The general features of the collapse behavior are discernible
from the unconstrained o, vs 7B plots (Figure 9). These are
obtained by minimizing eq 19 without imposing packing con-
straints. They thus describe brushes of both dendrons and of
linear chains but may contain physically inaccessible regions
specific to each system. With these caveats the plots suggest that a
first order collapse transition is possible for star polymers and
dendrimers (m = 0). For dendrimers this scenario was already
suggested on the basis simulations utilizing a coarse-grained
model.”" For DP and bottle brushes m = Ithe conditions for a
first order collapse are unlikely to be satisfied. For DP the
collapse transition occurs for C of the order of C < 10* In
turn, this requires nsdo/b < p'?Ro/b or n < g"%s ~'pbJo
corresponding to short and stiff spacers and low line density
ensuring however Ry > 0. These conditions are not satisfied for
high-generation dendrons with n > g. Furthermore, they are not
satisfied in experimentally known systems. Thus, for a homo-
logous series of vinyl-type dendronized polymers, with3 < g < 5,
for which 0/b ~ 1, s ~ 6, p ~ 5/2, and X = 3,' both C and
gs~'%pb)d are of order unity for all g and thus suggesting a
continuous collapse. For forests and planar brushes there is no
indication of first order collapse transition (Figure 9).

VI. Discussion and Conclusions

Our discussion of dendron brushes invokes the assumption
that all monomers are spheres of diameter b with identical virial
coefficient. This commonly used view is justified in part by the
lack of data concerning the solubility, interactions and dimen-
sions of the different monomeric species: junctions, spacers and
ends. With this caveat, the theory yields qualitative insights
concerning dendron brushes in general and allows confrontation
with simulations where this assumption can be rigorously im-
posed. The scaling laws of the equilibrium span of dendron
brushes are summarized in Table 1 and their regimes of applic-
ability are depicted in Figures 5, 7, and 8. Our results suggest the
continuous collapse in DP and forests and a possibility of first
order collapse transition in dendrimers.

On every topic considered, the formulation immediately allows
to compare dendron brushes with brushes of linear chains as well
between brushes of different . In particular, our expressions (see
Table 1) reduce to the known case of linear chains and their brushes
uponsettingg = 1,n = f, and identifying the number of monomers
in a grafted chain with 5.°%* The scaling behavior of brushes of
linear chains is béy now well-established, cf. reviews>%363:66
and'31432:33:434467 51 recent examples.
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@ simulation data (Murat & Grest 1996)

Figure 10. Mean square radius of gyration vs g as obtained in* for
three-functional dendrimers (m = 0, f = X = 3) with flexible spacers
(s = 7, p &~ 1). Shown are scaling predictions according to all three
regimes tabulated in Table 1. The data does not allow to discriminate
between the different scaling laws apart from incompatibility with the
©, case. Simulations at constant ns and for different gs or vice versa
would help to test the scaling predictions unambiguously (see Table 2).

14 o simulation data
(Sheng et al.2002) good

Iog“7 s

Figure 11. Double-logarithmic plot of radius of gyration vs spacer
length s of the data obtained in ref 9 of ¢ = 2 dendrimers (m = 0,

/= X = 3) with flexible spacers, varying s at constant p. The data set

does allow to discriminate between the different scaling laws in this
particular representation not shown in the original article.

Importantly, our analysis highlights the practical difficulties
in validating the dendron brushes scaling laws with respect to
n and g. These arise because of the narrowness of the “scaling
windows”, the width of crossover regions and the mutual
dependence of the scaling variables 7 and g. This last issue comes
up when comparing our results to simulations of dendron
brushes. Most of the effort to discriminate scaling laws concerned
dendrimers (m = 0). The experimental and simulation data is
typically considered to be consistent with scaling behavior.?’
However, the conclusions are not always clear-cut. The difficul-
ties are illustrated by an example. The data may be consistent
with different scaling laws as illustrated in Figure 10 using the
data of Murat and Grest (MG).* Similar conclusions were also
reached in.®***® This example is balanced by sets of data that do
allow distinguishing between different scaling regimes. A case to
the point is the data of ref 9 as re-plotted in Figure 11. This figure
shows simulation data for the radius of gyration of dendrimers
versus spacer length at otherwise unchanged conditions, includ-
ing fixed g. The scaling analysis confirms that the systems under
investigation had been subjected to good solvent conditions.
Another prominent example where scaling exponents could be
obtained unambiguously is the work by Chen and Cui®® who
studied star-burst dendrimers made of hard sphere chains of fixed
bond length, varying sphere diameter, g and s. Comparison with
our results requires identifying the three characteristic sizes; cf.
footnote 69 for details. As noted above, re-analyzing the MG
results (Figure 10) demonstrates that the data can be fitted by all
three scaling expressions for dendrimers, cf. Table 1. Using our
classification for the solvent conditions, the MG simulations were
carried out within the ©; scaling window (see footnote 70). Our
discussion suggests that a better discrimination can be attained
upon comparing systems with either identical ns, or identical
gs. Thus, it would be particularly helpful to compare m = 0
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Table 2. Architectures Exhibiting Similar R,,;,/b = ns but Signifi-
cantly Different Equilibrium Sizes, R;?;, for the Case of Flexible
Dendrimers (m = 0,p = 1,)*

Rmin/b f X § g n RO/b Rmdx/b R /b Req/Rmm
43 3 4 2 3 39 24 6.0 4.7 1.09
4.3 33 9 2 9 42 18.0 6.2 1.43
6.3 2 3 2 6 135 35 12.0 7.4 1.17
6.3 3 3 12 3 21 6.0 36.0 9.8 1.55
8.8 2 5 4 4 170 40 16.0 10.2 1.16
8.8 2 3 11 5 62 7.4 55.0 13.9 1.58
10.1 35 4 4 255 40 16.0 11.3 1.12
10.0 2 3 8 6 126 69 48.0 14.8 1.48
10.3 3 4 3 5 363 39 15.0 11.3 1.10
10.4 33 12 5 93 7.7 60.0 16.1 1.55
10.8 35 5 4 255 45 20.0 12.6 1.17
10.8 2 3 10 6 126 7.7 60.0 16.6 1.54

“This is achieved upon variation of X, s, and g, whereas n and the
characteristic sizes are obtained from eqs 1, 5, 6, 10, and 15. The table
assumes 7 = 1. This choice does not imply good solvent scaling since the
inequalities in eqB2 imply that all listed examples belong to the swollen
O, scaling regime.

dendrimers with identical R, ~ (ns)”3 but with different s, X,
or fand with significantly different R, = gsb. The effect of
these parameters is illustrated by examples for the case of
dendrimers (m = 0) in Table 2. For m > 0, including DPs, the
situation is conceptually simpler because the continuous vari-
able 0 can be used to adjust R,;,. The research activity concer-
ning the younger fields of forests and dendronized polymers
lags behind that of the better-established dendrimers. It faces
the same problems discussed earlier for the dendrimers. The
confrontation with scaling laws requires extended homologous
series within the scaling window and with judicious variation
of the molecular design parameters. To our knowledge this
challenge is not yet fulfilled.
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Appendix A: Scaling in Terms of Characteristic Dimensionless
Sizes

The explicit results we obtained for the “identical monomer”
scenario, scaling laws and inequalities are expressed in terms of
n, g, s, b, p,and 8. These can be also expressed in terms of Ry,
Ry, Rmax, and b, a formulation of interest for plotting the
results in a system-independent fashion. To this end, note that
only R, depends on n while solely R, contains p. To obtain
scaling laws in terms of R;n, Rg, and R, we can follow the
following procedure: (i) ignore s, b and o (ii) replace n by
Ruin> ™, p bY Ro*/Rimax. & bY Rumax, and (iii) ensure the proper
dimensions by multiplying with an ap;;ropriate power of b. For
example, the dlmensmnless factor ng=s p(b/é) in Rgoocl is first
transformed into ng’p us1ng (i) which is transformed into

mm m(RO /Rmdx)Rmax = R|n1n37mR0 Rmax llSng (11) and
multlplled by b6 " because of (111) thus leading to the identity
ng*s*p(b/0)™ = Rinin> " Ro* Rimaxh™ . In particular, we obtain,
with 78 = Fyinary(Ro)/kgT and C = Fiernary(Ro)/kgT as intro-
duced in eq 19

good
1/2 7 = TR ™R R /%)10 7 = 207
B
FS
o = (R R R [b) 177 = €7 (A1)
’ poor
BT = 7 R/
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Appendix B: Applicability Windows and Scaling Diagrams

State diagrams delineating the boundaries of the scaling
regimes are obtainable by implementing the inequalities required
for the good, ©, and poor solvent cases. Our discussion of state
diagrams invokes two approaches. In one we express all quan-
tities in terms of the triple R, i.e., Ryin, Ro, and Ry.x. The
resulting state diagrams, Figures 5, 7, are valid for any choice of
physical parameters X, f, p and g, at a given T and m. These types
of diagrams allow to compare qualitative features of a broad class
of systems at the price that the effect of specific parameters is not
clearly discernible. To address these specific effects we resort to
the second approach and plot g vs s and p in Figure 8. Notice that
our discussion applies when Ry > & for m > 0 and all solvent
qualities. Accordingly the relevant part of a triple R diagram is
bound by Ry = 0.

1. Good Solvent. The applicability range for the good
solvent scaling, eq 14, is limited by four inequalities, G1:
RgOOd < Rm axs G2: RgOOd > Rmms G3: Fbmdiy(RO) > Fternary
(RO) and G4: Fbmary(Ro) > kgT. In the triple R form these
inequalities assume the form

Gl: Rmin a R() Rn11x47mb > T
G2: Ruyin’Ro *Ruyax b < 1
3= s (B1)
G3: Rui’ "R < 7
G4: Ry _3R - " Rinax ' < 1

In terms of physical tuning parameters, the same set of
inequalities leads to

Gl: (g9~ ’"(pr)’1 > (ns)(b/o)"
G2: (g9 "(p0)° " > (ns)(b/0)"
G3: (gsp)?® "¢ > (ns)(b/o)™
Gd: (gs)TMPpB=m2e =1 < (ns)(b/O)"

These inequalities can only be satisfied when7 > 0. F orm =
0, the inequalities si 3pllfy to the following: Gl r<<n'g’s/p;
G2, v > Blp; G3, > ng s~ 12, 3, G4 T >
n 1g1/2571/2p32 For flexible linear chains (n = g = p = 1),
inequalities G1 to G3 are fulfilled when G4 is fulfilled, that is,
G4, s> 1/, is the dominant constraint.®*

2. O, Solvent. The applicability range for the ©; (swollen
@) scaling, eq 15, is determined by the inequalities T1: Req <

max’ T2: Rg} > Rmim T3: FLernary(RO) > kBT T4 Fternary(RO) >
Foinary(Ro), and TS: Fyinary(Rg) > —kgT. In the triple R
representation the state diagram corresponds to

Tl: Ry Ry *Ryax’ b > 1

T2: Rum 2Ro’Ruax/b > 1

T3: Ry Re™ SRya/b > 1 (B2)
T4: Ry’ "R ? > 7

T5: R’ "Ry" >Ry /b > (—7)7 !

whereas the explicit version is

TL: (g > (n5)(b/0)"

T2 : (gs) p3=m)/2 > (ns)(b/0)"
T3: (gs)lﬂn/2 B=m)/2 < (ns)(b/o)"
T4: (gsp)° "o < (ns)(b/0)"

Ts: (gs)!' PP omR(—0) Tt < (ns)(b/0)"

These inequalities can be satisfied for a range of negative
and positive T around T = 0. For free linear chains T3 reduces
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top®*<1land thus cannot be satisfied. For stars, the validity of
T3 requires /> p*2. Note, that for linear chains the left hand
sides of T1, T3—TS5 decrease with increasing p . With exception
of T4 at m = 0 the left hand sides of T1—T5 do not decrease
with 5. With the exception of free linear chains all systems may
thus exhibit O scaling.

3. O, Solvent. The applicability range for O, scaling, R =
Ry, is determined by the inequalities I1: Fieppary(Ro) < kT,
and 12: ininary(RO)i < kBT’

I1: Riniii6 B 2mR02m 76RIII&LX/b < 1
12: Rniinn173R037’71/bRniax > iT| (CG)
Notice that I1 is the opposite of T3, and 12 similar to G4, so
that there is no need to write down the corresponding explicit
versions of the inequalities For free linear chains, I1 is
satisﬁed but 12 is only valid for |7| < p**s~'2 For stars,
11: 12 < p*and 12: |7 < p*2s~'?/f. Accordingly, fully ﬂeXible
J—functional stars should never exhibit ©, scaling behavior.
Fully flexible linear chains do exhibit ©, for suffiCiently small
7| ~s~ "2, and the |r|—range for 0, scahng is increasing with
chain stiffness while s > p holds For dendrimers, a valid
inequality 12 requires very stiff spacers. For dendron
brushes, ©, scaling could potentially be observed at small
surface density, large p, and low g.

4. Poor Solvent. Finally, the applicability range for the
poor solvent scaling is specified by —1 < 7 < 0, or R >
Ruin 1n eq 17, and the additional inequalities P1: REJ"" <
Rinax and P2: Fyinay(Ro) < —kgT, leading to

Pl: RyaxRuin ! > (_ T) SHEmm B4
P2: RIIlills - mROm - 3Rinax/b < (_ T) ! ( )
or
PL: (g9)° "(—71) > (ns)(b/6)"

P2: (go)! IR (— )T < (ns)(b/0)"
These inequalities yield a lower limit for 7in the range [ —1,0].
The poor solvent range of dendron brushes quickly di-
minishes with g and X. Itis however broadened by increasing
s and decreasing 0. For dendronized polymers, m = 1, the
second inequality becomes 7] > n ~(p/s)(0/b), hence irrele-
vant, even for small |7|.

Appendix C: The Elastic Free Energy of a Linear Strand

The collapse behavior is characterized in terms of the swell-
ing parameter 0, = R,,/Rowhere R,, = (R*)"?and () denotes
an ensemble average. The key ingredients of the Birshtein—
Pryamitsyn (BP) analysis®® of the collapse transition concerns
the choice of the o.. Two issues are involved. The first concerns
the choice of R. Defining a in terms of the end-to-end distance
ismisleading because o. < 1 may correspond to a loop rather to
globule. A R defined in terms of the positions of all monomers
rather than the two ends should provide a better characteristic
of the volume occupied by the chain. This suggests the radius
of gyration and the hydrodynamic radius. For practical
reasons to be discussed shortly the radius of gyration is more
convenient. The second issue concerns the choice of the
distribution function speCifying RqV and o.. The BP analySis
utilizes aw = (%) = fot p(a?) do” with p(o®) normalized via
[p(a?)da* = 2 [p(a*)ocda = 1. This choice plays an important
role because the resulting moment generating function for the
radius of gyration exhibits the form of a Laplace transform
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yielding an explicit relationship between the elastic force f
and 0,,. A similar approach is not possible for p(a) da
normalized [j(o) da = 1 or 4z [o’p(e) da = 1.

The required p(a) can be simply discussed in terms of the
maximum entropy prescription In particular, we maximize the
entropy —kg [p(In(p/po)) do’? subject to two constraints: (i) the
nornialization condition || o(@?) da? = 1; (ii) an imposed value
of ot Tt is accordingly necessary to minimize the functional
S/ks = = [ p(In(p/pg)) da® = In(G/e) — Aot,” = = [ plin(p/po) +
In(G/e) + Aa?] do® where G and 4 are the a-independent
Lagrange parameters corresponding to the constraints and py is
the probability distribution function of an unperturbed random
walk such that [po(a”)de® = 1and [a’pe(o®) do” = 1. Note that
the explicit form of p, for the radius of gyration is unknown
though it is available for the end-to-end distance. We return to
this point later. The distribution p(o?) is specified by the mini-
mum condition as obtained be the variational derivative of S With
respect to p; oS[pl/op = —kB[ln(p/pO) + 1+ InG + 107 =
yielding p(0) = G~ 'py exp(—Aa?). The normalization condition
then specifies the partition function

G(2) = / " pol@2) exp(- Aa?) do (c1)

orG = [3po(s) exp(—As) ds. This G with G(0) = 1, is the Laplace
transform of py and it can formally be inverted to yield pq via a
Bromwich integral of G. Hence, G(4) is also the moment-
generating function of p and the second moment of p, otd\, ,
givenby o, = -G~ dG/dA = —d(lnG)/di Accordingly, given
an explicit form for G(1) or po(a?) it is possible to obtain o, in
terms of 1. F or the case of the radius of gyration of a random
walk, Fixman®® obtained the explicit form of G(1) in the limit of
long chains upon expressing the radius of gyration in terms of
segments and its distribution function as a product of distribution
functions for segments, In particular G(A) = (z~ ' sin z)~¥2, with
z= (=4 . or equivalently G() = [247"2 sinh(22 2732 thus
leading to a,,”> = —d(InG)/dA,

t? = — 1= 2412 cot(2212)] (€2)
4

Equation C2 has solutions only for A > — n2/4 corresponding to

G < 7. Forsmall |4], 0> = 1 — 44/15 + 0(A?) is close to unity (see

also ref 72) while i in the limit of large positive 4, coth(24'/%) ~ 1

and o> ~ (3/2)4"

Torelate F to A and o, We consider the freeenergy F = —TS =
ksT [p(n(p/py)) do* = A — [Aa’p da® = A — kTho,, . Here
A = —kgT(InG) is a Helmbholtz free energy which does not exph-
citly depend on > while the elastic free energy Fy = —kg TAd,,”
expresses A in terms of F, and a,. Specifying the dimensionless
elastic force defined by f = d(Fy/kgT)/dot,y

Ja
4= 202 (G3)

Combining eq C3 in eq C2 and utilizing ix coth(ix) = x cot(x)
leads to

12
(lav2 _ 3y |:0~(1\ (Qfe )1/2 <2{e12) :| (04)

a non nonlinear relationship between f and a,, which we would
like to solve for f in terms of o,,. For small f; the right-hand side
of eq C4 becomes 1 + 21,/ 15a,,%; hence, oty = 1+ fall5+ o(felz).
For large positive f; one can have i ~ o> at most, because 4 has
a lower bound noted earlier. For large negative fy, 4 tends to
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12 1.4 16 1.8 20

Figure 12. f; versus a. Exact numerical result according to eq 19 (solid
line), Approximate expressions were proposed in ref 58 (small dots) and
eq C5 (large dots).

be large and positive, so that o> ~ A~ ~ (o /fa)"/?, hence
fu ~ 0 °. Earlier treatments have approximated f; by using a
simple interpolation formula recovering the limiting cases. How-
ever, this approach does not perform well at the vicinity of o, = 1,
a range of special importance for dendron brushes because o has
both lower and upper bounds given by Ri,/Ro and Ry.x/Ro.
A better performance is achieved by an accurate approximation
for the solution of eq C2,

7’ Lo 5 —9/2
i~ Lo (1 b a7 (@

as demonstrated in Figure 12 for o0 = — 0.6 showing, in addition,
the approximations suggested and applied in.* The elastic entropy
corresponding to eq CS5 is obtained by integration over a thus
leading to

2 [ 9 B
“rand/kB I~ Z (aav2 - ?)(lgwl/3 + g Qay l3/2)

used in eq 18. This Fl na exhibits a minimum at o = 1 as it should
and shows almost perfect quantitative performance, down to o <
1, as demonstrated in Figure 9. The asymptotic behavior of eq 18 in
the limit of Vamshmg o is however different from the correct
expression Foana/ksT = (9/4)(0> 4 2 Inot) of BP.*® On the other
hand eq 18 correctly recovers the o> 1 limit F&,q/ksT = (77/4)-
(o — 2 Inoy).

For a defined in terms of the end-to-end distance, the case
usually treated in textbooks,*"*** p, is analytically known, py ~ o
exp(—ya?) with y = 3/2 and y = 1. The second moment of
Po should be identical to unity (otg = RO/RO = 1) Performing
Gaussian integrals, one obtains [a’pyda’®/ [poda® = (1 —|—2)/3 =
(2+ y)/3, confirming y = 1. Insertion of p into eq C2 yields a,,> =
3/(3 + 21) Equation C1 evaluates as G(A) ~ (1 + 24/3) >, so that
Oa’ = —dinG/d\ = 3/(3 + 24). Using the relationship between
A and f;; from eq C4 the expression for a2 can be also written
as Oy = 3/(3 — fu/0ay), or equivalently, fy = 3(0lyy — Gy ') OF
Fy/kgT = 3a/2— 3 In a. These are the classical results for the case
that a stands for the end-to-end distance, whereas eq C5 can be
used for the case that a represents the dimensionless gyration
radius.

The ideas outlined in this appendix had been generalized to
anisotropic s1tuat10ns including liquid crystals’>’* and flow-
induced anisotropy,”® and play a role in nonequilibrium thermo-
dynamics,”>’® where one assumes a generalized canonical dis-
tribution function, and determines an entropy expression from a
consistently measured Lagrange parameter—friction matrix pair
through a combination of biased Monte Carlo and short-time
molecular dynamics.”>7®
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