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Chains composed of sp-hybridized carbon atoms have been
explored for decades because of their unique linear structure
and interesting physical properties.[1] More recently, the wire-
like nature of sp-carbon oligomers has inspired a variety of
studies that aim to evaluate these structures as components in
nanometer-sized devices.[2] Particularly interesting is the
reported formation of such wires linking graphene nano-
ribbons, offering the prospect of all-carbon-based devi-
ces.[2d–f, 3]

Molecules composed of a skeleton of sp-hybridized
carbon atoms can be constructed from a framework of
either polyynes (alternating single and triple bonds) or
cumulenes (cumulated double bonds). The chemistry of
polyynes has been advanced to systems as long as 44 consec-
utive carbon atoms (22 acetylene units),[4] and studies have
shed considerable light on the physical and optoelectronic
properties of polyynes.[5] However, the study of cumulenes
has lain essentially dormant since early work[6, 7] reported by
Kuhn[8,9] and Bohlmann.[10, 11] Thus, there remain many
unanswered questions about the physical properties of this
intriguing class of linear molecules. To date, UV/Vis spec-
troscopy has been the most useful method for the character-
ization of cumulenes,[12] and analyses of cumulenes show
a lowering of the lowest-energy electronic absorption (lmax) as
a function of length, such as that for [n]Ph and [n]Cy (n = 3, 5,
7, 9, Figure 1).[9–11] Obviously, changes in lmax versus molec-
ular length are intricately dependent on structure and on the
degree of bond-length alternation (BLA, defined as the bond-
length difference between the two central-most double bonds
of the cumulene chain). Recent theoretical studies predict
that the BLA for cumulenes will rapidly approach zero
(BLA� 0.01),[13–15] that is, Peierls distortion is essentially
absent.[16] Experimentally, X-ray crystallographic analysis
would provide an opportunity to confirm or refute theoretical

trends in BLA as a function of cumulene length. Unfortu-
nately, few solid-state structures have been reported for
cumulenes, and data for [n]cumulenes with n> 5 are not
available. The results presented herein offer an answer to the
important question of BLA in long cumulenes.

It was clear from the onset of the study that the synthesis
and solid-state analysis of long [n]cumulenes (n> 5) would be
challenging, because available reports emphasized that these
species were not typically stable enough for isolation.[6] In
order to stabilize the cumulene core through steric shielding,
initial efforts targeted formation of the [n]tBuPh series of
cumulenes (Figure 1). It quickly became clear, however, that
the di(tert-butyl)phenyl (R = tBu2C6H3) groups do not afford
a sufficient stabilizing force to easily isolate the [7]- and
[9]tBuPh cumulenes, and our attention then switched to the
[n]Mes series.

Synthesis of [3]tBuPh began with the formation of 1a
through reaction of the Li–acetylide of 2a with the diaryl
ketone (Scheme 1). Reductive elimination of 1a was then
accomplished using SnCl2·2 H2O in the presence of hydro-
chloric acid, and pure [3]tBuPh was obtained by column
chromatography in 76% yield as an intensely yellow solid.
Unfortunately, the formation of 1b, and thus [3]Mes, was not
possible through the analogous route, because of the frustrat-
ing inability to form the methylether 2b. Furthermore, all
attempts to form a metal–acetylide directly from alcohol 3b
by reaction with either MgBrEt or nBuLi were unsuccess-
ful.[17]

[5]Cumulenes [5]tBuPh and [5]Mes were available
through conventional methods,[6] starting from alcohols 3a
and 3b, respectively (Scheme 2). Formation of diols 4a,b was
achieved by oxidative homocoupling of 3a,b under Hay
conditions.[18] While pure diol 4a could be obtained, diyne 4b
was consistently contaminated with small amounts of by-

Figure 1. Structures of [n]cumulenes discussed in this paper.
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products, and the crude product was thus used directly for the
formation of [5]Mes. Reductive elimination of 4 a and 4b gave
[5]tBuPh and [5]Mes.

For the synthesis of [7]tBuPh (Scheme 3), a Fritsch–
Buttenberg–Wiechell (FBW) rearrangement was used to
form the requisite triyne framework of 5a through the

reaction of ketone 6a[19] with Colvin�s reagent.[20] Subsequent
reduction of 5a gave [7]tBuPh. While attempts to directly
isolate [7]tBuPh through precipitation resulted in decompo-
sition, the pure cumulene could be isolated by slow crystal-
lization from a solution of CH2Cl2/MeOH, and the crystalline
solid was stable indefinitely in the absence of O2.

The FBW route used to form 5a, and ultimately [7]tBuPh,
was not applicable to the synthesis of [7]Mes, because of the
inability to form 6b,[21] thus, an alternative route was
developed (Scheme 4). The synthesis of propargyl alcohol 7
was accomplished using a Cadiot–Chodkiewicz coupling (see
the Supporting Information). Compound 7 was then con-
verted to triyne 5b in two steps, namely oxidation with PCC to
ketone 8 and addition of lithiated mesitylene (Scheme 4).
Reduction of 5b to [7]Mes was accomplished with SnCl2.

Passing the reaction mixture through a column of basic
alumina under a nitrogen atmosphere resulted in a red
solution of the pure product [7]Mes in Et2O. In solution,
[7]Mes is stable for weeks when kept at circa �20 8C in
a deoxygenated solvent, and crystals of [7]Mes from CH2Cl2/
hexane are stable for at least a week when stored at circa
�20 8C in the absence of light and oxygen.

Homocoupling of diynes 9a,b gave tetraynes 10 a,b, which
were subjected to reductive elimination with SnCl2

(Scheme 5). After formation of the desired cumulene

[9]tBuPh or [9]Mes was judged to be complete by TLC
analysis, the reaction solution was neutralized by filtration
through basic alumina under a nitrogen atmosphere.
Attempted isolation of either [9]tBuPh or [9]Mes through
precipitation led to decomposition of the product. [9]tBuPh
and [9]Mes also decomposed rapidly in solution when
exposed to oxygen, but they could be handled for hours
([9]tBuPh) or days ([9]Mes) when kept in a cold (�20 8C),
deoxygenated solution of Et2O that was shielded from
ambient light. Crystals of [9]Mes grown from a C2D2Cl4

solution at �20 8C are stable for at least a week when stored
in the absence of light and O2.

X-ray crystallographic analysis of [3]cumulenes is
common (> 20 structures), while data for [5]cumulenes is
rare (three structures), and to our knowledge, no data exists
for longer cumulenes.[22] Herein, we report structural data for
six new cumulenes ([3]tBuPh, [5]tBuPh, [7]tBuPh, [5]Mes,
[7]Mes, [9]Mes), including the first known structures of [7]-
and [9]cumulenes (Figure 2).[23]

While polyynes regularly show bending of the framework
of sp-hybridized carbon atoms in the solid state,[24] cumulenes
appear to maintain a more linear structure. An examination
of the known structures of [3]- and [5]cumulenes, as well as
the cumulenes reported herein, shows that bond angles rarely
vary by more than a few degrees from the ideal of 1808.[25] An

Scheme 1. Synthesis of [3]cumulene [3]tBuPh.

Scheme 2. Synthesis of [5]cumulenes [5]tBuPh and [5]Mes. TME-
DA = N,N,N’,N’-tetramethylethylenediamine.

Scheme 3. Synthesis of [7]cumulene [7]tBuPh.

Scheme 4. Synthesis of [7]cumulene [7]Mes. PCC = pyridinium chloro-
chromate.

Scheme 5. Synthesis of [9]cumulenes [9]tBuPh and [9]Mes.
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exception to this tendency is the structure of [3]tBuPh, which
shows cumulenic angles of 169.478 (C1-C2-C3) and 168.318
(C2-C3-C4). In addition to the likely influence of undefined
crystal-packing forces, the bent shape of the [3]tBuPh might
arise from favorable, intramolecular C-H/p interactions
between hydrogen atoms of one of the tert-butyl groups
with the aromatic ring at the opposite terminus of the
cumulene chain. This premise is supported by short C-H/p
distances of 2.81–3.27 �,[26] and these interactions are remi-
niscent of a recent study by Grimme and Schreiner high-
lighting dispersive forces in hexaphenylethane derivatives.[27]

Steric congestion prevents coplanarity between the ter-
minal aryl groups and the cumulene core for [n]tBuPh and
[n]Mes cumulenes, although the extent of twisting differs
quite substantially between the two series.[28] Aryl twist angles
of the mesityl groups are circa 508, which limits conjugation
between the aryl ring and the chain of sp-hybridized carbon
atoms (Table 1, Figure 2). On the other hand, aryl twist angles
for the [n]tBuPh cumulenes show an interesting pattern. At
each terminus, the twist angle for one aryl ring is significantly
smaller than that of the other, that is, 14.4–30.98 versus 40.4–
54.98. In each case, therefore, two aryl rings are in a position

to conjugate with the framework of sp-hybridized carbon
atoms of the [n]tBuPh cumulenes.

One would predict that the ability of the aryl rings to
interact with the cumulene core should have an effect on the
bond-length pattern, as depicted in Figure 3 by the two
resonance structures of a [5]cumulene. Indeed, bond lengths
for [5]tBuPh and [7]tBuPh show an accentuated long/short
bonding pattern in comparison to [5]Mes and [7]Mes
(Table 2), although the difference is rather small.

A key question to be answered based on structural
analysis of cumulene bond lengths is: Do cumulenes show
experimental evidence of reduced BLA as a function of
increasing length? While this question has been answered for
polyynes,[29] to date there has been insufficient crystallo-
graphic data to offer an answer for cumulenes. Computational
chemists have frequently studied BLA in cumulenes. From
these theoretical studies, it seems clear that the basis set can
have a remarkable effect on the results.[15, 30] In spite of these
differences, however, theory suggests that BLA values con-
verge quite rapidly to a value of nearly zero (Table 2,
entries 7–13).[13, 14, 31]

Experimental data for cumulenes show that the terminal
double bond, C1�C2, is consistently the longest (1.33–1.35 �;
Table 2). The C1�C2 bond lengths do not show a significant

Figure 2. ORTEP drawings (thermal ellipsoids at 20% probability level) for [3]-, [5]-, [7]tBuPh, and [5]-, [7]-, [9]Mes. For clarity, co-crystallized
solvent molecules and hydrogen atoms are not shown.

Table 1: Aryl twist angles [8] of aromatic ring relative to cumulenic
framework.[a]

Ring[b] [3]tBuPh [5]tBuPh [7]tBuPh [5]Mes [7]Mes [9]Mes

A 30.9 14.4 16.6 46.2 45.4 48.8
B 43.1 47.9 54.9 51.4 52.1 54.4
C 26.6 20.6
D 40.4 43.6

[a] Aryl twist angles were calculated as the difference between planes
generated from 1) the six carbon atoms of the aryl ring and 2) the carbon
atoms of the cumulene skeleton, along with the four ipso-carbon atoms
of the aryl rings. [b] See Figure 2 for labeling of aryl rings.

Figure 3. Two canonical forms of a [5]cumulene that highlight the
interconnection between BLA and conjugation of the terminal aryl
groups to the cumulene core.
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dependence on either end-group or cumulene length, sug-
gesting that this bond is mainly dominated by the hybrid-
ization difference of the carbon atoms, that is, C(sp2)=C(sp).
Bond lengths for the internal double bonds fall into a narrow
range of 1.25–1.31 �. BLA values for the [n]tBuPh cumulenes
show a consistent decrease with increasing chain length from
0.086 � ([3]tBuPh) to 0.052 � ([7]tBuPh; Table 2, entries 1–
3). Cumulenes end-capped with mesityl groups show a similar
decrease in BLA versus length, from 0.048 � ([5]Mes) to
0.038 � ([9]Mes; Table 2, entries 4–6). However, in compar-
ison to [n]tBuPh, BLA values of [n]Mes are distinctively
lower (Table 2). This observation is ascribed to the more
pronounced twist angles of the aromatic rings in the
cumulenes end-capped with mesityl groups.

A plot of cumulene BLA values versus the number of
double bonds n and visual extrapolation to infinite length
n suggests a limiting BLA value of 0.03–0.05 � (Figure S1 in
the Supporting Information). This prediction is relatively
higher than that predicted by theory (Table 2, entries 7–13)
for the “parent” series [n]H. While computational results can
differ depending on the method of analysis, the trend appears
clear that BLA� 0.01 � for [9]H and longer cumulenes.

Similar to the investigation of polyynes, UV/Vis spectros-
copy is an essential tool for the characterization of cumulenes.
For the two series described herein, several tendencies are
identified:
1) In general, cumulenes exhibit two regions of absorption

bands, one at higher and one at lower energy (Figure 4).
Furthermore, fine structure increases with increasing
chain length.

2) As described for other series of cumulenes, such as [n]Ph
and [n]Cy, lmax values shift significantly to lower energy as
a function of chain length, that is, as conjugation is
extended.

3) With the series of molecules accessible thus far, saturation
has not yet been reached, that is, lmax is further red-shifted
as molecular length n increases.

4) End-groups have a dramatic effect on the lmax values for
[5]tBuPh and [5]Mes (lmax = 500 and 460 nm, respec-
tively). This correlates well with the diminished conjuga-
tion between the terminal aryl groups and cumulene

Table 2: Selected bond lengths (�) for [n]tBuPh and [n]Mes cumulenes and summary of BLA data.[a]

Entry Cumulene C1-C2 C2-C3 C3-C4 C4-C5 C5-C5’ BLA[b] Ref.

1 [3]tBuPh 1.334(3)
1.336(3)[c]

1.249(3) – – 0.086

2 [5]tBuPh 1.342(2) 1.255(2) 1.309(3)[d] – – 0.054
3 [7]tBuPh 1.345(3)

1.347(3)[e]
1.254(3)
1.252(3)[f ]

1.302(3)
1.306(3)[g]

1.252(3) – 0.052

4 [5]Mes 1.339(2) 1.255(2) 1.303(3)[d] – – 0.048
5 [7]Mes 1.334(3) 1.260(3) 1.299(3) 1.257(4)[h] – 0.042
6 [9]Mes 1.330(3) 1.255(3) 1.298(3) 1.260(4) 1.298(5) 0.038
7[i] [7]H 1.319 1.274 1.289 1.275 0.014 [31]
8[j] [7]H 1.310342 1.266802 1.281530 1.267928 0.0136 [13]
9[i] [9]H 1.319 1.274 1.289 1.277 1.287 0.010 [31]
10[j] [9]H 1.310424 1.267176 1.281012 1.268959 1.279270 0.010 [13]
11[k] [11]H 0.009[l] [14]
12[k] [19]H–[39]H 0.006[m] [14]
13[j] [29]H 0.004[n] [13]

[a] See Figure 2 for numbering of atoms. [b] Calculated as difference in bond length between the two central-most bonds. For non-centrosymmetric
structures, BLA was calculated using the average of positionally equivalent bonds. [c] C3-C4. [d] C3-C3’. [e] C7-C8. [f ] C6-C7. [g] C5-C6. [h] C4-C4’.
[i] Geometry optimization at B3LYP/6-31G* level. [j] Geometry optimization at PBE1PBE/cc-pVTZ level. [k] Geometry optimization at B3LYP/TZVPP
level. [l] Bond-length values of 1.280 � and 1.271 �. [m] Bond-length values of 1.278 � and 1.272 �. [n] Estimated value (bond lengths were not given
for this value in Ref. [13]).

Figure 4. UV/Vis spectra of [n]tBuPh and [n]Mes (Et2O); spectra
normalized to the most intense low-energy absorption (inset: lowest-
energy absorption and energy values, lmax and Eg, respectively).
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skeleton in [5]Mes, as documented by the increased aryl
twist angle relative to [5]tBuPh (Table 1).

5) Effects of end-groups on lmax values decrease rapidly with
length, that is, the lmax values of [7]tBuPh (564 nm) and
[7]Mes (560 nm) are nearly identical, as are those of
[9]tBuPh (664 nm) and [9]Mes (666 nm).

In summary, the synthesis of two series of [n]cumulenes
has been accomplished in order to investigate the properties
of these oligomers of sp-hybridized carbon atoms as a function
of length. While the longer [n]cumulenes with n = 7 or 9 are
not particularly stable in solution under ambient conditions,
they show sufficient stability in the solid state so that X-ray
crystallographic analysis could be accomplished for all
derivatives except [9]tBuPh. This includes the first crystallo-
graphic analysis of [7]- and [9]cumulenes to date. Analysis of
bond lengths for the cumulenes provides the first experimen-
tal evidence for reduced BLA as a function of cumulene
length, and experimental values are distinctly higher than
those predicted by computational studies for [n]H cumulenes.

Received: October 6, 2012
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