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The neutrals HCCCCCO and CCCCCHO have been studied by experiment and by molecular modelling at the
CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of theory. Neutral HCCCCCO has been made by one-electron
reduction of [HCCCCCO]" in the dual collision cell of a VG ZAB 2HF mass spectrometer. The isomer CCCCCHO
is also formed in the dual collision cell, but this time by one-electron oxidation of the anion [CCCCCHO] .
Comparison of the CID and "NR™ mass spectra of [HCCCCCO]" indicates that neutral HCCCCCO, when
energised, retains its structural integrity. If the excess energy of HCCCCCO is > 170 kJ mol~!, decomposition can
occur to give HCCCC and CO (calculations at the CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of theory). The
situation with the isomer CCCCCHO is different. Comparison of the "CR* and "NR ™ spectra of [CCCCCHO]~
shows that both neutral and cationic forms of CCCCCHO partially rearrange to a species which decomposes by
loss of CO. The peak corresponding to loss of CO is more pronounced in the "NR* spectrum, indicating that the
rearrangement is more prevalent for the neutral than the cation. Theoretical calculations suggest that the species
losing CO could be CCCCHCO or HCCCCCO, but that HCCCCCO is the more likely. The lowest-energy
rearrangement pathway occurs by successive H transfers, namely CCCCCHO — CCCCHCO — CCCHCCO —
HCCCCCO. The rearrangement of CCCCCHO to HCCCCCO requires CCCCCHO to have an excess energy of
> 94 kJ mol™". The species HCCCCCO formed by this exothermic sequence (214 kJ mol™') has a maximum excess
energy of 308 kJ mol™": this is sufficient to effect decomposition to HCCCC and CO.

Introduction

Cumulenes and polycarbon monoxides have been detected in
circumstellar envelopes which surround red giant stars and also
in dark interstellar molecular clouds.! Detected cumulenes
include a number of C, (n = 3 and 5), C,H (n = 2-8) and C,H,
(n = 2—4 and 6) molecules.'™ In contrast, there has been only
limited detection of polycarbon monoxides. The linear species
C,0 and C;O [together with the associated propynal (HC=C-
CHO)] have been detected towards the dark molecular cloud
TMC-1,"® while preliminary measurements suggest that CsO
may also be present, but this has yet to be confirmed.’ Linear
C,O has been synthesised from an anionic precursor.'” A
number of theoretical studies have been devoted to polycarbon
monoxides,""™ and the photoelectron spectra of C,0 and
C,0 have also been determined.'® The rotational spectra of C,0
(n = 2-9) have been detected in pyrolytic decomposition and
pulsed discharge nozzle experiments.'’*

It has been suggested that the mechanism of formation of the
circumstellar molecules C;0 and propynal may be linked via
ion molecule chemistry?® or by photolysis of the cluster
C,;-H,0, and that the reaction C;0"" + H, — C,HO" + H’
may provide a stellar pathway for the consumption of C,;0.**
We have (i) prepared the stable neutrals C;0,” HCCCO? and
CCCHO? in the gas phase from charged precursors, (ii) shown
that energised CCCHO may rearrange to HCCCO, which has
sufficient excess energy of formation to effect dissociation to
CO and C,H,? and (iii) suggested that HCCCO and CCCHO
may co-occur with C;0 and HC=C-CHO in dark molecular
clouds.®

Of the many possible cumulenes containing four and five
carbon atoms, only C,H, C; and C;H have been detected
in either interstellar dust clouds or circumstellar envelopes.®
Of these, Cs* and some CsH? isomers have been made by
neutralisation reionisation processes. Linear and rhombic iso-
mers of C,® and some isomers of CsH, have also been
described,” but these species have not, as yet, been detected as
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stellar molecules. Neither have the cumulene oxides CCCCO or
HCCCCO, although spectroscopic and/or structural details of
CCCCO %333 and HCCCCO *** have been reported.

This study is an extension of our previous work on HC,0%
and HC,O% isomers. Both CCCHO and CCCCHO undergo
facile H rearrangements to give HCCCO and HCCCCO
respectively. The aims of the present investigation are: (i) to
make the neutrals HCCCCCO and CCCCCHO from charged
precursors in the gas phase, and (ii) to ascertain whether
CCCCCHO rearranges to HCCCCCO. Our reason for under-
taking this project was that (in comparison with the CCCHO
and CCCCHO systems) we anticipated that extending the
cumulene chain should make successive H rearrangements
along the carbon chain more difficult, whereas, in contrast, it
might be easier to bend a longer cumulene to allow direct H
transfer from one end of the molecule to the other.

Results and discussion

In previous studies we have preferred to use anions as pre-
cursors to neutrals in neutralisation studies.?**® This is because
the precursor ion has to be energised in order to effect neutral-
isation, and anions undergo fewer rearrangements than cations
when energised. However, in our previous study of C,HO
isomers,* we found that the key anion precursor [CCCCHO]~
caused a serious problem because it undergoes facile rearrange-
ment to [HCCCCO]™ when energised.

In order to circumvent such a problem in this study we have
first studied the CsHO anion potential surfaces using theory, to
ascertain whether the two key anion precursors [HCCCCCO]~
and [CCCCCHO]  are stable under the conditions necessary
to effect one-electron vertical oxidation to the neutrals
HCCCCCO and CCCCCHO. The results are summarised in
Figs. 1 and 2, with detailed data on the structures and energies
of the various anions listed in Tables 1 and 2.

There are singlet and triplet forms of anions [HCCCCCO]~
and [CCCCCHOJ  and the singlet is the lower energy form of
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Fig. 1 Rearrangement processes of singlet [CCCCCHO] . Energies at
the CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of theory.
Structures shown indicate bond connectivities not bond multiplicity.
For full details of structures including geometries and energies see
Table 1. Relative energies in kJ mol™'. (A) The sequential H transfer
mechanism. (B) Six-centre cyclisation processes, (i) the concerted H
transfer mechanism, and (ii) the O transfer process.

each anion, by 104.5 and 319 kJ mol™' respectively at the
CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of theory. The
two singlet anions are best represented by the valence bond
structures shown below.

- o)
,-C=c=c=c=c=0 ‘czc—czc—c/\/
H

Synthetic procedures would be expected to form the singlet
anion in each case. Even so, we have considered the potential
surfaces of both singlet and triplet anions to investigate pos-
sible rearrangement pathways: these are summarised in Figs. 1
and 2. Two different types of rearrangement are considered,
namely, those which involve successive H transfers, and cyclis-
ation processes which proceed through six-centred transition
states. The singlet anion rearrangements are shown in Fig. 1.
The process which involves successive H transfers is shown
in Fig. 1A: this involves 1,2, 2,3 and 3,5 H transfers of a
type already reported for the analogous rearrangement of
[CCCCHOJ] to [HCCCCO] .* The first step in the rearrange-
ment, [CCCCCHO]™ to [CCCCHCO], has a barrier of 250.5
kJ mol~". The first step in the reverse process, i.e. [HCCCCCO]~
to [CCCHCCO], has a barrier of 268 kJ mol~'. Neither of
these anions, on formation, will have sufficient energy to effect
these transformations. One of the questions we wished to
consider in this context was whether cyclisation reactions
involving the cumulene skeleton can compete with the H trans-
fer rearrangements, and data for these processes are shown in
Fig. 1B. There are two processes shown in Fig. 1B; the energy
requirements for these processes are similar to those shown for
the successive H transfer processes (Fig. 1A). Process (i) shows
concerted H rearrangement through a six-centre transition state
with a barrier of 250 kJ mol~'. Process (ii) involves C*~O bond
formation through a six-centre state followed by C'-O bond
cleavage to form [HCCCCCO]" in which O is transferred from
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Fig. 2 Rearrangement processes of triplet [CCCCCHO] . Energies
at the CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of theory.
Structures shown indicate bond connectivities not bond multiplicity.
For full details of geometries and energies of structures see Table 2.
Relative energies in kJ mol ™. (A) The sequential H transfer mechanism.
(B) Six-centre cyclisation processes, (i) the concerted H transfer
mechanism, and (i) the O transfer process. (a) This species is a
transition state confirmed by IRC calculations. The energy of this
transition state with respect to triplet [CCCCCHO] ™ is dependent on
the level of the calculation and whether zero point energy corrections
are made. At the standard level with zero point energy correction it is
—13.5 kJ mol™" with respect to triplet [CCCCCHO]" (see Table 2),
which is clearly not practicable. Without the zero point energy
difference, the energy difference is +8.5 kJ mol ™.

C! to C°. For this process to occur, [CCCCCHO]™ must have an
excess energy of at least 282 kJ mol .

The corresponding data for the triplet anion potential
surface are recorded in Fig. 2 and Table 2. In this case
the rearrangement of triplet [CCCCCHO]  to triplet
[HCCCCCO]J™ by successive H transfers is facile, needing only
15.5 kJ mol™! of excess energy for the process to proceed. The
cyclic mechanisms shown in Fig. 2B are energetically unfavour-
able in comparison.

We infer from these data that both singlet and triplet
[HCCCCCO]J ™ are stable to rearrangement under conditions
required to effect one-electron vertical oxidation to the doublet
neutral HCCCCCO. Similarly, singlet anion [CCCCCHO]”
should not rearrange under conditions of collision activation,
but triplet [CCCCCHO]~ will undergo facile rearrangement to
[HCCCCCOJ . However, the triplet form of [CCCCCHO]" is
unlikely to be formed by a synthetic procedure because it lies
319 kJ mol ™! above the ground state singlet anion. So far, the
theoretical data suggest that [ HCCCCCO]™ and [CCCCCHO]~
should be appropriate precursors for the formation of the
analogous neutrals.

The next question to be addressed is whether the two species
[HCCCCCO] and [CCCCCHOJ] are stable to decomposition
under the collisional conditions required to charge strip them
to the required neutrals. The major fragmentations of
[HCCCCCO]™ and [CCCCCHOJ involve losses of CO and
CHO’ respectively. The data shown in Table 3 show that
whereas decompositions of both singlet and triplet
[CCCCCHOJ" are unfavourable, the loss of CO from singlet
[HCCCCCOYJ is exothermic by 30.5 kJ mol™!. The latter pro-
cess must have (at least) a small endothermic barrier, because
the theoretical calculations show that singlet [HCCCCCO]" is
“stable”, ie. it occupies a minimum on the potential surface.
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Table 3 Decomposition pathways for anions and cations [CCSDT/
aug-cc-pVDZ//B3LYP-6-31G(d) level of theory]“

'HCCCCCO™ — 'HCCCC™ + 'CO —30.5 kJ mol™
*HCCCCCO™ — 'HCCCC™ +*CO 528.5
SHCCCCCO™ — *HCCCC™ + 'CO 226
'CCCCCHO™ — CCCC™" + "CHO 497.5
3CCCCCHO™ — CCCC™* + "CHO 178
'"HCCCCCO* — 'HCCCC* + 'CO 481
SHCCCCCO* — 'HCCCC* +3CO 758.5
*HCCCCCO* — *HCCCC* + 'CO 176.5
!CCCCCHO* — CCCC** + "CHO 410.5
3CCCCCHO* — CCCC*" + "CHO 379.5

“ Energy values were determined from the following theoretically calcu-
lated values (Hartrees): '"HCCCC™ = —152.46124, 'CO = —113.068%4,
3CO = —112.85212, *HCCCC™ = —152.35966, CCCC ™" = —151.76280,
‘CHO = -—113.58699, 'HCCCC* = -—151.95028, *HCCCC* =
—151.95520, CCCC*" = —151.27947.

Table 4 Data for singlet and triplet [HCCCCCO]*

H—C—C—C—C—C—0 Lc—C—¢—Cc—Cc-0

H

State ) A7
Symmetry C.y C
Energy/Hartree —265.20259 —265.09136
Dipole/debye® 3.42 4.81
Bond length/A* or angle/°”

ClC2 1.320 1.308
C2C3 1.237 1.290
C3C4 1.336 1.291
C4Cs 1.220 1.276
Cl10 1.143 1.161
CSH 1.025 1.079
C1C2C3 180.0 174.2
C2C3C4 180.0 176.9
C3C4C5 180.0 173.8
ocCl1C2 180.0 177.1
HC5C4 180.0 157.1
C1C2C3C4 180.0
C2C3C4Cs5 180.0
OCl1C2C3 180.0
HC5C4C3 180.0

“ CCSD(T)/aug-cc-pVDZ level of theory including zero point energy
(calculated from vibrational frequencies at the B3LYP/6-31G(d) level of
theory and scaled by 0.9804). » B3LYP/6-31G(d) level of theory.

The exothermicity of the process involving CO loss suggests
that [HCCCCCO]™ is not an appropriate precursor of
HCCCCCO.

Since [HCCCCCO]™ cannot be used as a precursor to doub-
let HCCCCCO, the alternative possibility is to form the neutral
by one-electron vertical reduction of the cation [HCCCCCO]".
Cation [HCCCCCO]" has singlet and triplet forms, with the
singlet form being the more stable by 292 kJ mol ™' (see Table 4).
The data listed in Table 3 indicate that the decompositions of
the singlet and doublet cations of [HCCCCCO]" are unfavour-
able. Thus we will use [HCCCCCOJ" as the precursor of
HCCCCCO and [CCCCCHO]  as the precursor to
CCCCCHO.

[H-C=C-C=C-CO-iso-Pr]"* —
H-C=C-C=C-C=0" + iso-Pr’ (1)

(CH,);Si-C=C-C=C-CHO + F~ —
“CCCCCHO + (CH,)SiF  (2)

The syntheses of the ionic precursors and the formation of
HCCCCCO and CCCCCHO

The precursor ions [HCCCCCO]" and [CCCCCHO]™ were
formed in the chemical ionisation source of the VG ZAB 2HF
mass spectrometer using standard procedures, namely, (i) the

simple a cleavage process of the ketone radical cation shown in
eqn. (1), and (ii) the Sy2(Si) reaction using F~ (from SF) shown
in eqn. (2); a process first reported by DePuy.?’

The collision induced (CID) mass spectrum (MS/MS) and
the "NR* spectrum of [HCCCCCO]" are shown in Figs. 3A
and 3B respectively. The MS/MS spectrum (Fig. 3A) of
[HCCCCCO]* shows peaks formed by the losses of CH", O,
CO and CCO from the parent cation. These fragmentations
are in accord with a bond connectivity HCCCCCO for the
decomposing cations. The “NR™ spectrum indicates that the
process [HCCCCCO]* — HCCCCCO — [HCCCCCO]*
occurs without any rearrangement of the cumulene skeleton at
either stage of the sequential process. The spectrum is shown in
Fig. 3B, and shows similar features to the MS/MS spectrum
(Fig. 3A). The presence of a signal at m/z 77 in the *NR*
spectrum indicates that some of the doublet HCCCCCO
neutrals are stable for the microsecond duration of the NR
experiment.

49 (-CO)
77
[ HCCCCCOJ+ i
MS/MS
A 61
37 60 76
P 64 (- HC))
24 28
N o
49 (-CO)
[ HCCCCCO+
+NR+
77
B
37
36
60 61
24
L)

Fig. 3 (A) CID MS/MS of [HCCCCCO]*, (B) "NR" spectrum of
[HCCCCCO]*. VG ZAB 2HF mass spectrometer. For experimental
conditions see Experimental section.

In contrast, the "CR™ and "NR" spectra of [CCCCCHO]~
(Figs. 4A and 4B) show that there are rearrangements occurring
at the neutral and cationic stages of the sequential one-electron
vertical oxidation processes [CCCCCHO]™ — CCCCCHO —
[CCCCCHO]". The "CR" spectrum is that of the (stable and
decomposing) cations produced by synchronous two-electron
oxidation of the anion [CCCCCHO] . The peaks formed by
losses of O, [HO" (probably — O — H)], CHO" and CCHO
in Fig. 4A are characteristic of a cation of connectivity
CCCCCHO. However, those peaks formed by losses of HC",
HCC’, CO and CCO are formed from rearranged cations in
which the H has moved away from the terminal CHO position.
In particular, the losses of HC" and HCC" suggest the structure
of the decomposing cation is [HCCCCCO]".

Comparison of the “CR* and ~“NR™ spectra of
[CCCCCHOJ (Figs. 4A and 4B) provides clear evidence that

| org.Biomol. Chem., 2003,1,1769-1778
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29
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77

36 L‘“
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Fig. 4 (A) "CR* mass spectrum of [CCCCCHO] . (B) "NR*
spectrum of [CCCCCHO] . VG ZAB 2HF mass spectrometer. For
experimental conditions see Experimental section.

the first-formed neutral CCCCCHO undergoes more rearrange-
ment than the cationic product of the "CR™ process.t The
“CR" and "NR" spectra are similar except that the "NR* spec-
trum shows the larger peak formed by loss of carbon monoxide.
This means that either (i) the rearranged neutrals are
decomposing by loss of CO, and/or (ii) there are more
rearranged cations formed by "NR* than “CR™ processes.
Irrespective of which of these two possibilities is correct, neu-
tral CCCCCHO is rearranging more under NR conditions than
[CCCCCHOJ]" is under "CR* conditions.

The carbon atoms of energised cumulenes like CCCC? and
CCCCC?* are scrambled during NR processes. This is not a
feature of cumulene oxides like CCCO?* and CCC(=0)CC."
Does reorganisation of the backbone of CCCCCHO occur
during or following rearrangement? The "CR™ and "NR*
spectra of the *C labelled anion [CCCC**CHO]~ are shown in
Fig. 5. These spectra should be compared with the corre-
sponding spectra of the unlabelled anion (Fig. 4). No C scram-
bling is noted for data provided by either the "CR™ or "NR"
spectra. Both spectra show losses of HC’, HCC" and “CO,
indicating that the oxygen atom remains attached to the “*C
atom during cationic and neutral rearrangements.

T A reviewer has requested that the CID mass spectrum (MS/MS) of
[CCCCHO] be included in order that possible rearrangement of
[CCCCCHO]™ may be probed experimentally. The CID spectra of
[CCCCCHO] ™ and [CCCCBCHO] follow. [CCCCCHO] ", m/z (loss)
abundance: 76 (H") 100, 49 (CO) 22, 48 (HCO") 20%. [CCCC**CHO] ",
77 (H") 100, 49 (*CO) 20 and 48 (H"CO") 17. The reason these data
were not included originally is that they provide no data concerning
possible rearrangement of [CCCCCHO] . This is because (i), we do not
have the corresponding spectrum of [HCCCCCO]~ for comparison,
and (ii) the loss of CO does not necessarily imply rearrangement of the
skeleton, because this loss may well occur by the stepwise process
[CCCCCHO]™ — [(CCCC) HCO] — HC, + CO. Here, the HCO~
ion in the anion neutral complex acts as a hydride donor. The theoreti-
cal data summarised in Fig. 1 show the barrier for rearrangement to be
> 250 kJ mol~". It is most unlikely that [CCCCCHO]", on formation,
will have sufficient excess energy to surmount such a barrier.
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(- 13CHO.) 77
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49 (- 13(;0)

(13CHO+) 62
30

65(-HC) (|78

49 (- 13¢c0)

[cCcCC13CHOJ-
-NR+

(-13CHO) 48

Fig. 5 (A) "CR" mass spectrum of [CCCCBCHO] . (B) "NR*
spectrum of [CCCCCHO] . VG ZAB 2HF mass spectrometer. For
experimental conditions see Experimental section.

Rearrangements of neutral CCCCCHO

The structures of the doublet neutrals HCCCCCO and
CCCCCHO are best represented by the valence bond structures
shown below (for full details see Table 5). The dipole moments
are 2.67 and 2.61 D and the adiabatic electron affinities 1.69
and 4.47 eV respectively at the level of theory used in this study.

[}
{—~C=C=C=C=C=0 -czc—czc—c/\/H

Consideration of the "CR" and "NR™ spectra shown in
Figs. 4 and 5 indicates that the initially formed CCCCCHO
undergoes rearrangement to an isomer or isomers, which either
decompose by loss of CO, or are reionised to a cation which
may fragment by loss of CO. In addition, whatever the nature
of the rearrangement, it does not involve cleavage of the CO
bond.

Possible rearrangement processes of doublet CCCCCHO
have been investigated by probing the doublet neutral potential
surface at the CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level
of theory. Results are summarised in Fig. 6, with full details of
species shown in Fig. 6 given in Table 5. There are three pos-
sible mechanisms to consider: that involving successive H
rearrangements (Fig. 6A), and those involving six-centre states
(Fig. 6B). The reaction sequence shown in Fig. 6A shows that
only 75.5 kJ mol™' is needed to convert CCCCCHO to
CCCCHCO, with an additional 20 kJ mol™' required to
convert CCCHCCO to HCCCCCO. In principle, there are
three species formed in this sequence which could lose CO,
namely CCCCHCO, CCCHCCO and HCCCCCO. Of these,
CCCCHCO and HCCCCCO are formed with sufficient excess
energy (182 and 308 kJ mol ™' respectively) to effect loss of CO
(see Fig. 6A and c¢f. Table 6). However, only one of these,
HCCCCCO, can lose HC’, HCC® and CO as observed in the
“NR* spectra (Figs. 4B and 5B).
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Table 6 Decomposition pathways of doublet neutral isomers CsHO
[CCSDT/aug-cc-pVDZ//B3LYP-6-31G(d) level of theory]“

CCCCCHO — 'CCCC + "‘CHO 339 kJ mol ™!
CCCCHCO — HCCCC" + 'CO 63
CCCHCCO — CCCHC" + 'CO 130.5
HCCCCCO — HCCCC" + 'CO 170.5

“ Energy values were determined from the following theoretically calcu-
lated values (Hartrees): 'CCCC = -—151.65884, HCCCC" =
—152.32257, CCCHC' = —152.25762, HCCCC" = —152.32257.

c-c-c-c-Cc-0
c-c-c-c-c-0 H
H (94)

c-C~c-c-o
W

(75.5) (75.5)

0)
CCCHCCO

)

CCCCCHO
(-106.5)
CCCCHCO
A
(- 214)
Hcececco
c’c‘c’0
B c. é\c i
¢ 0
Cio-C- (176.5)
c-.
¢ 7
¢, _.C.
Cc
(39)
(- 214) (214
HCCCCCco HCCCCCo

Fig. 6 Rearrangement processes of doublet neutral CCCCCHO.
Energies at the CCSD(T)/aug-cc-pVDZ//B3LYP/6-31G(d) level of
theory. Structures drawn indicate bond connectivities not bond
multiplicity. For full details of structure including geometries and
energies see Table 5. Relative energies in kJ mol~". (A) The sequential H
transfer mechanism. (B) Six-centre cyclisation processes, (i) the
concerted H transfer mechanism, and (ii) the O transfer process.

Processes (i) and (ii) (shown in Fig. 6B) both involve six-
centre transition states. The concerted process (i) has a barrier
of 176.5 kJ mol ™!, significantly more than the maximum barrier
of 94 kJ mol™! required to effect the sequential H transfer
process (Fig. 6A). Process (ii), which requires an excess energy
of > 137 kJ mol™!, involves O transfer; a process ruled out by
the experimental *C labelling data outlined above.

Finally, the vertical Franck—Condon oxidation of
[CCCCCHOJ™ to CCCCCHO will initially give a structure on
the neutral potential surface with the geometry of the anion
precursor. Theoretical calculations indicate that such a struc-
ture has 54 kJ mol™" of excess energy at the B3LYP/6-31G(d)
level of theory. This is insufficient to cause rearrangement of
CCCCCHO. A CCCCCHO neutral must have > 75.5 kJ mol ™'
to form CCCCHCCO, and > 94.5 kJ mol " of excess energy to
form HCCCCCO. The extra energy is presumably provided by
additional collision(s) of CCCCCHO during or following the
NR process.?6?’

Summary and conclusions

1 One-electron vertical reduction of [HCCCCCO]" gives the
doublet radical HCCCCCO. This neutral is stable for the
microsecond duration of the NR experiment.
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2 One-electron vertical oxidation of [CCCCCHO]™ gives
the radical CCCCCHO which is stable for the microsecond
duration of the NR experiment provided that CCCCCHO is
formed with less than 75.5 kJ mol ™" of excess energy.

3 If CCCCCHO has > 75.5 kJ mol ™' of excess energy it may
rearrange to CCCCHCO which has sufficient excess energy to
cause decomposition to HCCCC and CO.

4 If CCCCCHO has > 94 kJ mol™" of excess energy it may
rearrange through CCCCHCO to form HCCCCCO in a reac-
tion sequence which is exothermic by 214 kJ mol~'. Experi-
mental and theoretical data show that neutral HCCCCCO is
formed from CCCCCHO, and that HCCCCCO is formed with
sufficient excess energy to cause decomposition to give HCCCC
and CO.

Experimental section
A Mass spectrometric methods

For a detailed description of the instrument used, see refer-
ence 26. In brief, the experiments were performed using a
two-sector modified VG ZAB 2HF mass spectrometer with
BE configuration, where B and E represent magnetic and
electric sectors, respectively. Typical source conditions were as
follows: source temperature 200 °C, repeller voltage —0.5 V,
ion extraction voltage 7 kV, mass resolution m/Am > 1500.
Each neutral precursor was inserted into the ion source
through the septum inlet, which was heated to 120 °C to give
a measured pressure of ca. 107 Torr inside the source hous-
ing. For the anion, reagent gas [SF, (for F~)] was introduced
through a gas inlet into the ion source, to give a measured
total pressure of ca. 10™° Torr in the source housing. The
estimated total pressure in the ion source is 10~' Torr for
the system shown in eqn. (2). Collisional induced (CID)
spectra (MS/MS) were determined using B to select the par-
ent ion in each case, and utilising argon as the target gas
in the first collision cell following B. The pressure of
argon in the first cell was maintained such that 80% of the
parent ion beam was transmitted through the cell. This
corresponds to an average of 1.1-1.2 collisions per ion.*®
Product ion peaks resulting from CID processes were recorded
by scanning E.

Neutralisation—reionisation (*NR* or "NR™)** experi-
ments were performed for mass-selected ions utilising the
dual collision cells located between the magnetic and electric
sectors. Neutralisation was effected using O, at 80% transmit-
tance (of the main beam) as the collision gas in the first
collision cell, while reionisation to cations was achieved by
collision of the neutrals with O, (80% transmittance) in the
second collision cell. In order to detect a reionisation signal
due to the parent neutral, the neutral species must be stable for
the one microsecond timeframe of this experiment. Charge
reversal ("CR ™) spectra ** were recorded using single collision
conditions in collision cell 1 (O,, 80% transmission of main
beam).

B Synthetic procedures

2-Methylhepta-4,6-diyn-3-one (HC=C-C=C-CO-isoC;H,) was
prepared by a reported procedure.***

(CH,;);Si-C=C-C=C-CHO. Methyllithium complexed with
lithium bromide (1.5 M in diethyl ether, 3.46 cm®) was added
to bis(trimethylsilyl)butadiyne (1.01 g) at —10 °C in dry
tetrahydrofuran (25 cm®) and under nitrogen. The reaction
mixture was allowed to warm to 20 °C and stirred at that
temperature for 15 h under nitrogen. Anhydrous di-
methylformamide (0.53 c¢cm®) was added at 0 °C, the solu-
tion warmed to 20 °C and stirred at that temperature
for a further 3 h under nitrogen. The reaction mixture was



poured into a vigorously stirring biphasic solution of aqueous
potassium dihydrogen phosphate (10%, 50 cm®) and diethyl
ether (25 cm?®), the organic layer was separated, dried (MgSO,),
and the solvent removed in vacuo to give S-(trimethyl-
silyl)penta-2,4-diyn-1-al as a colourless oil. Yield 0.48 g, 62%.
(M™" — H)" ion, found 149.0428; CgH,SiO requires 149.0422.
'H NMR [200 MHz, §(CDCl,)]: 0.18 [9H, s, Si(CHj;);], 9.19
(1H, s, CHO).

(CH,),Si-C=C-C=C-"3CHO. Prepared as for the unlabelled
compound (above) except that H3*CONMe, (*C = 99%) was
used in place of unlabelled dimethylformamide. Yield 75%, *C
=99% by positive ion mass spectroscopy.

C Theoretical methods

Geometry optimisations were carried out with the Becke 3LYP
method **” using the 6-31G(d) basis set within the GAUSSIAN
98 suite of programs.®® Stationary points were characterised as
either minima (no imaginary frequencies) or transition struc-
tures (one imaginary frequency) by calculation of the frequen-
cies using analytical gradient procedures. The minima con-
nected by a given transition structure were confirmed by
intrinsic reaction coordinate (IRC) calculations. The calculated
frequencies were also used to determine zero-point vibrational
energies which were used as a zero-point correction for the elec-
tronic energies. We have previously reported the success of the
B3LYP method in predicting geometries of unsaturated chain
structures, and that this method produces optimised structures,
at low computational cost, that compare favourably with higher
level calculations.” More accurate energies for the B3LYP
geometries were determined using the couple cluster method,
CCSD(T) method® using the Dunning aug-cc-pVDZ basis
set.>! All calculations were carried out on the Alpha Server at
the Australian Partnership for Advanced Computing (APAC)
National Facility (Canberra).
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