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Since the postulation of carbenes by Buchner (1903) and Staudinger
(1912) as electron-deficient transient species carrying a divalent car-
bon atom, carbenes have emerged as key reactive intermediates in
organic synthesis and in molecular mass growth processes leading
eventually to carbonaceous nanostructures in the interstellar medium
and in combustion systems. Contemplating the short lifetimes of
these transient molecules and their tendency for dimerization, free
carbenes represent one of the foremost obscured classes of organic
reactive intermediates. Here, we afford an exceptional glance into the
fundamentally unknown gas-phase chemistry of preparing two pro-
totype carbenes with distinct multiplicities—triplet pentadiynylidene
(HCCCCCH) and singlet ethynylcyclopropenylidene (c-CsH,) carbene—
via the elementary reaction of the simplest organic radical—
methylidyne (CH)—with diacetylene (HCCCCH) under single-collision
conditions. Our combination of crossed molecular beam data with
electronic structure calculations and quasi-classical trajectory
simulations reveals fundamental reaction mechanisms and facil-
itates an intimate understanding of bond-breaking processes and
isomerization processes of highly reactive hydrocarbon interme-
diates. The agreement between experimental chemical dynamics
studies under single-collision conditions and the outcome of tra-
jectory simulations discloses that molecular beam studies merged
with dynamics simulations have advanced to such a level that
polyatomic reactions with relevance to extreme astrochemical and
combustion chemistry conditions can be elucidated at the molecular
level and expanded to higher-order homolog carbenes such as buta-
diynylcyclopropenylidene and triplet heptatriynylidene, thus offering a
versatile strategy to explore the exotic chemistry of novel higher-
order carbenes in the gas phase.

reaction dynamics | molecular beams | trajectory calculations | electronic
structure theory | carbenes

Since the pioneering discovery of the structural isomers cyclo-
propenylidene (c-CsH,, XA, 1), vinylidenecarbene (H,CCC,
X'Ay, 2), and propargylene (HCCCH, X°B, 3) (Fig. 1) in the lab-
oratory and in extraterrestrial environments (1-9), the homologous
series of the isomers CsH, (1 to 3) and CsH, (4 to 6) fascinated the
physical (organic) and computational chemistry communities from
the fundamental points of view of electronic structure and chemical
bonding (10-12) as prototypes of highly unsaturated (partially) 2x-
Hiickel aromatics (1 and 4), singlet carbenes (2 and 5), and triplet
diradicals (3 and 6). Cyclopropenylidene (1)—a three membered
ring species of C,, symmetry depicting an aromatic character and a
carbene moiety at the apical carbon atom—represents the ther-
modynamically most stable C3H, isomer. This molecule was first
detected by Reisenauer et al. in low-temperature argon matrices (3)
prior to its identification in a helium-acetylene gas discharge and
toward the Taurus Molecular Clods (TMC-1) and the star-forming
region Sagittarius B2 (Sgr B2) (1). The Cy s;mmetric vinyl-
idenecarbene (2) is linked to vinylidene (H,CC; X"A;) by formally
adding a carbon atom to the carbene moiety and can be produced
via photolysis of propargylene (3) in an argon matrix at 10 K at
313 nm (5). Gas-phase vinylidenecarbene (2) was identified in a
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helium—acetylene discharge (13) prior to its observation toward
TMC-1 (4). Cyclopropenylidene (1) ring opens to propargylene (3)
upon photoexcitation at 360 nm (3, 5). The triplet multiplicity of the
electronic ground state of the C, symmetric propargylene (3), in
which each unpaired electron is formally located at each terminal
carbon atom, leading to an unconventional 1,3-diradical, was rec-
ognized by Mebel et al., who computed the ground triplet °B to lie
53 to 61 kJ-mol™" below the first excited singlet 'A’ state (14-16).
Recent reaction dynamics studies provided compelling evidence
that cyclopropenylidene (1) along with vinylidenecarbene (2) and/or
propargylene (3) can be easily formed in the bimolecular gas-phase
reactions of ground-state carbon atoms [C(*P)] with the vinyl radical
[C,H; (XPA')] (17) and of methylidyne [CH(X?IT)] with acetylene
[CHy(X'Z, )] (18).

Whereas a unified picture on the underlying chemistry and
chemical bonding of the cyclopropenylidene (1)-vinylidenecarbene
(2)-propargylene (3) system is beginning to emerge, gas-phase re-
action dynamics studies sustaining a directed synthesis of distinct
CsH, isomers—ethynylcyclopropenylidene (c-C;HCCH, XA, 4),
pentatetraenylidene (H,CCCCC, XA, 5), and pentadiynylidene
(HCCCCCH, X3)Zg_, 6) (Fig. 1)—are remarkably lacking. Ethynylcy-
clopropenylidene (4)—an ethynyl-substituted cyclopropenylidene (1)
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Fig. 1. Molecular structures, electronic states, point groups, and the relative energies of C3H, (1 through 3), CsH, (4 through 6), and C;H, (7 through 9)

isomers. Energies are shown in kilojoules per mole.

molecule with a C symmetry and a carbene moiety—signifies the
thermodynamically most stable CsH, isomer. Along with the Cs,
symmetric cumulene carbene pentatetraenylidene (5), rotationally
cold ethynylcyclopropenylidene (4) was detected in a helium—
acetylene gas discharge via microwave spectroscopy (8, 19-23).
Due to the absence of a permanent dipole moment, Maier et al.
exploited electronic absorption spectroscopy to identify the linear
pentadiynylidene molecule (6), which is classified as a carbene-
centered diradical with a triplet ground state, in a 5-K neon matrix
(24, 25). McMahon and coworkers prepared pentadiynylidene (6)
in argon matrices at 10 K and solidified the assignment of a triplet
molecular structure via infrared, ultraviolet-visible, and electron
spin resonance spectra (26). Schwarz and coworkers employed
negative ion chemical ionization mass spectroscopy in the gas
phase to prepare pentatetraenylidene (5) and pentadiynylidene (6)
(27). Very recently, thermally labile diazo precursors were
employed to prepare pentadiynylidene (6) in a molecular beam
(28). Overall, the replacement of a hydrogen atom in (1) and (3)
by an ethynyl moiety leading to (4) and (6) not only reduces the
energy difference between these isomer pairs from 39 to 9
kJ-mol™" (8, 26) but also has a profound effect on the electronic
structures of both triplet carbenes (3 and 6). This is reflected in
the change from the C; to D, point group and the switch from an
1,3- to a 3,3-diradical essentially located at the central carbon
atom of pentadiynylidene (6) linking carbenes carrying two non-
bonding electrons localized on a single carbon to quantum dot
arrays and molecular electronic devices (29). However, despite
evidence for the formation of (4) to (6) in low temperature ma-
trices and in gas discharge processes, a directed gas-phase prep-
aration of any CsH, isomer has escaped chemists over the last
decades. Therefore, contemplating the complexities of a directed
gas-phase synthesis, short lifetimes of these transient molecules,
and the tendency for dimerization (10, 26), free singlet and triplet
carbenes ethynylcyclopropenylidene (4), pentatetraenylidene (5),
and pentadiynylidene (6) represent one of the utmost obscured
classes of organic transient molecules.

Here, we afford an exceptional glance into the fundamentally
unknown gas-phase chemistry of two carbenes—singlet ethy-
nylcyclopropenylidene (4) and triplet pentadiynylidene (6)—by
exploring their preparation under single-collision conditions

He et al.

through bimolecular reactions of the methylidyne radical (CH,
X?M) with diacetylene (HCCCCH; X'Z,™) via resonantly stabi-
lized free 1- and 3-ethynylpropargyl radicals employing the crossed
molecular beams method and merging these experimental studies
with electronic structure calculations and molecular dynamics
studies. The exploration of elementary reactions at the most fun-
damental, microscopic level conveys exclusive perceptions into the
reaction mechanisms and underlying chemistry through which
highly reactive carbenes such as the singlet ethynylcyclopropenyli-
dene (4) and triplet pentadiynylidene (6) are formed without suc-
cessive reactions in the gas phase. The coupling of experimental
dynamics experiments with computational studies and trajectory
simulations is very challenging for experiments and theory consid-
ering the polyatomic character of five heavy atoms along with the
high dimensionality of this surface. This system is also appealing
from the physical organic chemistry viewpoint to benchmark the
chemical reactivity, bond-breaking processes, and the synthesis of
hitherto elusive carbenes, which have remained undetected in in-
terstellar and circumstellar environments, in single-collision events.
Therefore, our strategy of combining crossed molecular beam
studies by reacting two unstable reactants with ab initio and tra-
jectory studies signifies a powerful template to unravel the elusive
chemistry of reactive hydrocarbon species and to access a rather
elusive class of highly unsaturated carbenes: singlet ethynylcyclo-
propenylidene (4) and triplet pentadiynylidene (6).

Results

Crossed Molecular Beam Studies: Laboratory Frame. The bimolecular
reactions of electronically ground-state methylidyne(-d) radical
(CH/CD, X’M) with diacetylene (HCCCCH; X', *) were con-
ducted under single-collision conditions, exploiting a crossed
molecular beam machine by intersecting supersonic beams of
electronically ground-state meth¥lidyne(—d) radical (CH/CD, X°IT)
with diacetylene (HCCCCH; X'Z, ") perpendicularly at collision
energies of 19.4 kJ-mol™~!. Neutral reaction products were ionized
via an electron impact ionizer (80 eV) within a triply differentially
pumped quadrupole mass-spectrometric detector and then mass-
and velocity-analyzed to record time-of-flight (TOF) spectra of the
ionized products (Materials and Methods). The scattering signal for
the elementary reaction of the methylidyne radical (CH; X°II)
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Fig. 2. Laboratory angular distribution (Top) and TOF spectra (Bottom)
recorded at mass-to-charge ratio (m/z) of 62 for the reaction of the meth-
ylidyne radical (CH; C..\; X2T) with diacetylene (HCCCCH; D, X1Zg+). The
directions of the methylidyne radical and diacetylene beams are defined as
0° and 90°, respectively. The red and blue solid lines represent the best fits
exploiting CM functions depicted in Fig. 3 from the experimentally derived
(red) and from the dynamics simulations (blue) with black circles defining the
experimental data.

with diacetylene (HCCCCH; X'S,") was observed at mass-
to-charge ratios (m/z) of 62 (CsH,™) and 61 (CsH™) with signal
at m/z = 62 collected at a ratio of 1 (m/z = 62):1.23 + 0.02 (m/z =
61). These TOF spectra are superimposable after scaling, indi-
cating a single reaction channel, namely the reaction of the
methylidyne radical (CH; 13 amu) with diacetylene (HCCCCH; 50
amu), leading to the formation of CsH, (62 amu) along with hy-
drogen atom (H; 1 amu). The signal at m/z = 61 is associated with
dissociative electron impact ionization of the neutral CsH, prod-
uct in the electron impact ionizer. These findings suggest that the
CsH, isomer(s) are formed via the methylidyne versus atomic
hydrogen exchange channel upon reaction of methylidyne with
diacetylene (reaction 1) with TOF spectra and the laboratory
angular distribution (LAD) collected at m/z = 62. The LAD dis-
plays a maximum at 51.3° close to the center-of-mass (CM) angle
of 53.8° and spans at least 27° in the laboratory frame (Fig. 2 and
SI Appendix, Table S1). Since atomic hydrogen can be emitted
from the methylidyne and/or from the diacetylene reactant, the
outcome of the reaction of methylidyne-d (CD) with diacetylene
(HCCCCH) was also explored (reactions 2 and 3). TOFs were
recorded at the CM at m/z = 63 (CsDH™) and 62 (CsD*/CsHy™).
Signal was observed at both m/z = 63 and 62 (SI Appendix, Fig.
S1); ion counts at m/z = 62 may also arise from dissociative
electron impact ionization of CsDH—if formed. Accounting for
the "*C isotopic contributions of 5.5% for five carbon atoms and
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distinct recoil circles for atomic hydrogen versus deuterium loss,
the ratio of the ion counts at m/z 63 versus 62 is determined to be
1 (m/z = 63):1.35 + 0.04 (m/z = 62). This ratio does not match the
ratio of m/z = 62 to m/z = 61 in the methylidyne—diacetylene
system, suggesting that in the CD-diacetylene system both the
hydrogen and the deuterium atoms are lost at a ratio of 2.98 +
0.86:1 (SI Appendix, Fig. S1).

CH (13 amu) + C;H, (50 amu) — CsH; (62 amu)

(1]
+ H (1 amu)
CD (14 amu) + C;H; (50 amu) — CsDH (63 amu)
2]
+ H (1 amu)
CD (14 amu) + C,H; (50 amu) — CsH, (62 amu) 3]

+ D (2 amu)

Crossed Molecular Beams Studies: CM Frame. The laboratory data
alone offer explicit evidence on the gas-phase formation of CsH,
isomer(s) under single-collision conditions with the hydrogen
atom emitted from the methylidyne and the diacetylene reac-
tants. The prime directive of our studies is to unravel the nature
of the CsH, isomer(s) formed and the underlying reaction
mechanism(s). This requires a transformation of the laboratory
data into the CM reference frame resulting in the CM transla-
tional energy P(ET) and angular 7(6) flux distribution (Fig. 3).
Within our error limits, the best-fit CM functions were obtained
exploiting a single channel with the product mass combination of
CsH, (62 amu) plus H (1 amu). The maximum translational
energy release (E,,x) was derived from the P(Et) distribution to
be 128 + 17 kJ-mol™". Considering the principle of energy con-
servation, the Ey.y, collision energy (Ec), and the reaction en-
ergy (A,G) are connected via En.x = Ec — AG for those
products born without internal excitation. Consequently, the
reaction energy calculates to be =109 + 17 kJ-mol™". Further, the
P(Ey) distributions reveal a prominent distribution maximum
slightly away from zero translational energy located at 10 = 5
kJ-mol™", suggesting a loose exit transition state with only a minor
rearrangement of the electron density. The average translational
energy of the products was derived to be 33 + 4 kJ-mol ™", suggesting
that only 26 + 4% of the maximum energy is released into the
translational degrees of freedom of the products. These findings
propose indirect scattering dynamics involving CsHj; intermediate(s)
undergoing unimolecular decomposition through loose exit transi-
tion state(s) via a simple bond-rupture process (30). Additional
information on the reaction dynamics can be collected by inspecting
the CM angular distribution 7(0). First, the 7(0) depicts flux over
the complete angular range from 0° to 180°, proposing once again
indirect scattering dynamics via complex formation and hence the
existence of bound CsHj intermediate(s). Second, the 7(6) portrays
a forward scattering with an intensity ratio I(0°)/I(180°) of about
(1.5 = 0.2):1.0. These data suggest the existence of at least one
channel involving an osculating complex, where a complex forma-
tion takes place, but the lifetime of the complex is too low to allow
multiple rotations to complete (31, 32). The weak polarization of
the 7(0) is the direct result of the inability of the light hydrogen
atom to carry away (31) a significant fraction of the total angular
momentum, which in turn leads to a significant rotational excitation
of the final products.

Discussion

Energetics. To elucidate the intimate dynamics of the reaction of
methylidyne radicals with diacetylene, we are merging the experi-
mental data with electronic structure calculations and quasi-classical

He et al.
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Fig.3. CMdistributions and the associated flux contour map. CM translational energy flux distribution (A), CM angular flux distribution (B), and the top view
of their corresponding flux contour map (C) leading to the formation of ethynylcyclopropenylidene and pentadiynylidene plus atomic hydrogen in the
reaction of methylidyne radical with diacetylene. Shaded areas indicate the error limits of the best fits accounting for the uncertainties of the laboratory
angular distribution and TOF spectra, with the red solid lines defining the best-fit functions. The CM functions overlaid in blue are obtained from the dy-
namics simulations. The flux contour map represents the flux intensity of the reactive scattering products as a function of the CM scattering angle (9) and
product velocity (u). The color bar indicates the flux gradient from high (H) intensity to low (L) intensity. Colors of the atoms: carbon (light black) and

hydrogen (gray).

trajectory studies (QCT). The electronic structure calculations re-
veal the existence of four energetically accessible CsH, isomers p1
to p4 via atomic hydrogen loss (Fig. 4, Dataset S1, and SI Appendix,
Fig. S2 and Table S2). These are ethynylcyclopropenylidene (pl,
X'A’, A,G = —109 + 4 kJ-mol™"), pentadiynylidene (p2, X°Z,",
AG = =100 + 4 KJ mol_l), pentatetraenylidene (p3, XAy,
AG = =50 + 4 kJ-mol™), and 2-cyclopropen-1-ylidenethenylidene
(p4, X'Ay, A,G = =28 + 4 kJ-mol™). A comparison of these data
with the ex?erimentally derived reaction energy of A,G = —109 +
17 kJ-mol™ proposes that ethynylcyclopropenylidene (p1) and/or
pentadiynylidene (p2) represent likely reaction products. At the
present stage, we cannot eliminate contributions from p3 and/or p4
since these might be hidden in the low-energy section of the
translational energy distribution. Therefore, our data support that at

\ Aa (CaseT
\Lin e meryhy

ACASITY e
233 (RILVE)

least ethynylcyclopropenylidene (pl) and/or pentadiynylidene (p2)
is/are formed under single-collision conditions. The order of ener-
gies for different CsH, isomers calculated here at the CCSD(T)-
F12/cc-pVTZA12 level (33, 34), p1 (0 kI-mol™") < p2 (9) < p3
(59) < p4 (81) closely agrees with the most accurate CCSDT(Q)/
CBS (35) results, p1 (0) < p2 (3) < p3 (57) < p4 (84) (12), whereas
earlier calculations gave a different result predicting ethynylcyclo-
propenylidene as the most stable structure: p2 (0) < p1 (8) < p3
(58) < p4 (88) (10, 12). Note that our calculations also elucidated a
possible molecular hydrogen loss channel leading to pentynylidyne
(p5, X711, A,G = —124 + 4 kJ-mol™"); recall that within the sensi-
tivity of our detection system no evidence for a molecular hydrogen
loss channel was found.

Fig. 4. Schematic representation of the potential energy surface of the reaction of the methylidyne radical with diacetylene. Energies calculated at the
CCSD(T)-F12/cc-pVTZ-f12//B2PLYPD3/cc-pVTZ + ZPE(B2PLYPD3/cc-pVTZ) level (unless mentioned otherwise) are shown in kilojoules per mole and are relative to

the energy of the separated reactants.
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Electronic Structure Calculations. We would like to explore now the
underlying reaction mechanism(s) leading to ethynylcycloprope-
nylidene (p1) and/or pentadiynylidene (p2). Our electronic struc-
ture calculations predict that the methylidyne radical can add
barrierlessly to the © electron density of one of the carbon—carbon
triple bonds of diacetylene, leading either to a C; symmetric acgclic
intermediate il (X?A’) or to the cyclic collision complex i2 (X*By)
with C,, symmetry through addition to one of the terminal carbon
atoms or to both carbon atoms of the acetylene moiety, respec-
tively. The doublet radical intermediates il and i2 are stabilized by
230 and 346 kJ-mol~! with respect to the separated reactants. At
the B3LYP level of theory (36), a barrier of 7 kJ-mol ™" separates il
from i2. This barrier vanishes at the CASPT2 (37) level of theory,
suggesting that if the collision complex il exists at all it is meta-
stable at most and isomerizes nearly instantaneously to i2. The
wavefunction in the vicinity of il features a significant multi-
reference character as evidenced by a high value of the T1 diag-
nostic in CCSD(T)-F12 calculations exceeding 0.03. Therefore, we
rely upon multireference CASPT2/cc-pVTZ energies for il and the
transition state from il to i2. Moreover, il could not be found as a
local minimum at the B2PLYPD3/cc-pVTZ level; both il and the
transition state to i2 could be optimized only at BALYP/cc-pVTZ
(38). These findings also point at a metastable character of il. Note
that i2 can be rationalized as an ethynyl-substituted cyclopropenyl
radical intermediate (C,, point group) with all atoms residing
within the molecular plane. This is quite distinct from the cyclo-
propenyl radical (CsHj), which alters the D5, symmetry through
vibronic coupling leading to a Jahn-Teller distorted C; symmetric
radical (39). Besides the addition of the methylidyne radical to the
carbon-carbon triple bond leading to il and/or i2, approach ge-
ometries to the acetylenic carbon-hydrogen bond can lead to a
barrierless insertion of methylidyne forming the 1-ethynylpropargyl
i5 (X?B,) intermediate. Among these initial collision complexes,
intermediate i2 represents a key transient species. This complex
may isomerize via a hydrogen shift from one of the C-H moieties
of the cyclopropenylidene ring to the second C-H functional
group, leading to a methylidyne unit (CH,) along with a carbene at
the ring by overcoming a barrier of 247 kJ-mol™! to form inter-
mediate i4 (X?A’). The latter can undergo ring opening to form
1-ethynylpropargyl i5 (X*B;). This structure can be classified as a
resonantly stabilized, ethynyl-substituted propargyl free radical in-
termediate and represents the global minimum of this section of
the CsH; potential energy surface. Finally, intermediate i3
(X2B1)—the C,, symmetric 3-ethynylpropargyl radical—can be
accessed via [2,3] hydrogen migration in il. Besides isomerization
reactions, intermediates il to i5 may also undergo unimolecular
decomposition. Here, the energetically favorable products ethy-
nylcyclopropenylidene (pl) and pentadiynylidene (p2) can be
formed via unimolecular decomposition of intermediates i2/i4 and
i1/i3/i5, respectively, through atomic hydrogen loss. With the ex-
ception of the pathway i4 — pl + H, which depicts a tight exit
transition state located 25 kJ-mol™" above the separated products,
the alternative fragmentation pathways are barrierless and hence
have loose exit transition states as reflected in simple C-H bond
rupture processes. Also, the calculations identified two pathways to
p3 and p4 via i5 and i2, respectively. Note that the computationally
predicted molecular hydrogen loss to p5 requires a unimolecular
decomposition of intermediate i5 via a tight exit transition state
located 41 kJ-mol™" above the separated products.

Altogether, a connection of these results with our experi-
mental data reveals interesting findings. First, a comparison of
the computed with the experimental reaction energy for the
atomic hydrogen loss pathway of A,G = —109 + 17 kJ-mol™
proposes that at least ethynylcyclopropenylidene (pl) and/or
pentadiynylidene (p2) are formed via indirect scattering dy-
namics involving CsHj collision complexes. This discloses that
ethynylcyclopropenylidene (pl) and/or pentadiynylidene (p2)
can be prepared in the gas phase as a result of a reaction between

30146 | www.pnas.org/cgi/doi/10.1073/pnas.2019257117

two neutral species under controlled experimental conditions via
a single-collision event with four pathways potentially linked to
the formation of p1 (il - i2 - p1 + H;i2 -» p1 + H; il - i2 —»
i4 - pl + H;i2 —» i4 — p1 + H) and up to five to p2 (il — p2 + H;
S-opR+Hil-2-4->5-p2+H,2-i4-i5->p2+H,
il - i3 — p2 + H). Second, reactions with CD expose two competing
channels, atomic hydrogen and deuterium loss, with a ratio of a ratio
of 2.02 + 0.08:1. Third, a theoretically predicted molecular hydrogen
loss to p5 was not observed experimentally, most likely due to the
tight exit transition state from i5 to p5, which is located above the
energy of the separated reactants.

Reaction Dynamics Simulations. These open queries mandate QCT
calculations, thus bridging the dynamics experiments with the
theoretical understanding of the methylidyne—diacetylene sys-
tem. These trajectory studies reveal exciting results and deliver
compelling evidence on the formation of both singlet ethy-
nylcyclopropenylidene (pl) and triplet pentadiynylidene (p2).
The low reaction probability of less than 5% for all impact pa-
rameters makes the dynamics simulations very expensive. It is
important to note that, although carefully calibrated (SI Ap-
pendix, Table S3), a single reference method such as B3LYP/cc-
pVDZ employed in this QCT study could potentially suffer from
representing structures of multireference character and, more
generally, the density functional theory (DFT) method is less
accurate than the highly correlated CCSD(T)-F12/cc-pVQZ-f12
method. Nevertheless, this compromise is inevitable because of
the load of the computation: over 12 million energy gradient
calculations are required to propagate more than 1,000 trajec-
tories. Overall, the reaction probability accounts for addition and
insertion channels (Fig. 5 and Movies S1-S8) as anticipated from
ab initio calculations, holds a maximum at an impact parameter
of 100 PM, and decreases to zero at 500 PM (SI Appendix, Fig.
S3). The local maximum at 400 PM represents the optimal in-
sertion distance into the carbon-hydrogen bond of diacetylene
leading to collision complex i5 (Movie S6 and S7); representative
trajectories depicting an addition of methylidyne to the terminal
carbon of diacetylene leading to il and cycloaddition to the
carbon—carbon triple bond forming i2 are visualized in Movies
S1-S5, respectively. First, less than a quarter of trajectories in-
volving addition of methylidyne to a single-carbon atom pass
through short-lived (21 fs) collision complex il. Among these
trajectories, 43% isomerize to i2 leading to singlet ethynylcy-
clopropenylidene (p1) via il — i2 — p1 + H (Movie S1); 29%
undergo several isomerization to eventually form i5 and then
produce triplet pentadiynylidene (p2) via il — i2 — il —i5 - p2 +
H (Movie S2) via hydrogen atom loss from the diacetylene reactant.
It should be noted that there is no saddle point connecting
intermediates il and i5. Instead of having a 1,2-H shift to occur
to produce i5 from il, the system prefers to close the three-
member ring to i2, then the hydrogen shift happens to i4 fol-
lowed by ring opening to i5. So, instead of the i5 — il path, the
minimal energy path follows il— i2 — i4 — i5. The reason for
that is instability of il with respect to the ring closure to i2. The
absence of the saddle point does not mean that there could not
be trajectories from il to i5; in dynamics, the system does not
have to go through a saddle point from one minimum to an-
other (40). Fourteen percent of trajectories isomerize to i2 and
then isomerize back to il, also leading to triplet pentadiynyli-
dene (p2) viail — i2 - il - p2 + H (Movie S3); the remaining
trajectories (14%) involve decomposition of il to triplet pen-
tadiynylidene (p2) and a hydrogen atom ejection from the
diacetylene reactant (Movie S4). Second, trajectories following
cycloaddition to i2 isomerize eventually forming triplet penta-
diynylidene (p2) via i2 - il — i5 — p2 + H with the hydrogen
atom ejected from the methylidyne reactant (Movie S5). Third,
the remaining trajectories involving insertion collision complex
i5 dissociate to triplet pentadiynylidene (p2) via i5 — p2 + H
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Fig. 5. Snapshots of representative trajectories from the dynamics simulations leading to singlet ethynylcyclopropenylidene (p1, Top) and triplet penta-
diynylidene (p2, Bottom). A complete set of movies representing all reaction pathways can be seen in Movies $1-58. Carbon atoms are color-coded in black,
whereas hydrogen atoms of diacetylene and methylidyne are colored in gray and blue, respectively.

with the hydrogen atoms ejected from the diacetylene (86%)
(Movie S6) and methylidyne (14%) reactants (Movie S7), re-
spectively. These hydrogen atom losses dominate the reactive
trajectories (94 + 5%), with 89 + 8% of the trajectories leading
to triplet pentadiynylidene (p2) and 11 + 4% to singlet ethy-
nylcyclopropenylidene (pl); note that no trajectories leading to
the higher energy isomers p3 or p4 are observed. It is educa-
tional to compare these branching ratios with those obtained
from statistical (RRKM, Rice-Ramsperger—Kassel-Marcus)
(41) calculations (SI Appendix). Within the limit of an RRKM
treatment, the total available energy is assumed to be completely
redistributed within the internal vibrational degrees of freedom of
the reaction intermediates. RRKM branching ratios were predicted
to yield predominantly triplet pentadiynylidene (p2) (79%) and
singlet ethynylcyclopropenylidene (p1) (20%), with the remaining
channels leading to p3, p4, and p5 contributing less than 1% (SI
Appendix). Therefore, both RRKM and ab initio molecular dy-
namics (AIMD) simulations correlate nicely, predicting the pre-
dominant formation of triplet pentadiynylidene (p2) and singlet
ethynylcyclopropenylidene (p1) albeit with higher yields of triplet
pentadiynylidene (p2) in the trajectory calculations. This may sug-
gest that the reaction is not completely statistical as evident, for
example, from the very short lifetimes of the collision complex il
isomerizing to i5. Also, the trajectory calculations also allow us to
trace the hydrogen atoms at the methylidyne and diacetylene re-
actants. The AIMD simulations observe both atomic hydrogen loss
from the diacetylene and methylidyne reactants at a ratio of (7 =
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1):1, that is, a preference of the hydrogen emission from the diac-
etylene reactant. To a minor amount, 6 + 4% of trajectories lead to
molecular hydrogen loss from i5 through a tight exit transition state
via i5 — p5 + H, (Movie S8). Recall that no molecular hydrogen
loss was observed experimentally; the theoretically predicted frac-
tion is below the detection limit in our experiment.

Finally, it is interesting to compare the CM functions obtained
from the dynamics simulations with those derived from fitting
the experimental data (Fig. 3). Considering the CM angular
distribution, the dynamics simulations predict a nearly isotropic,
slightly forward scattering in agreement with the experiments.
The predicted maximum energy release as derived from the CM
translational energy distribution of the trajectory simulations of 116
kJ-mol ™! agrees well with the experimentally derived value of 128 +
17 kJ-mol~!; likewise, the experimentally derived distribution max-
imum of 10 + 5 kJ-mol™" is near the 23 + 8 kJ-mol™" obtained from
the AIMD simulations. As a matter of fact, the CM functions de-
rived from the dynamics simulations fit the TOF data and the
laboratory angular distribution exceptionally well (Fig. 2), revealing
that dynamics calculations of complex systems such as for the
methylidyne—diacetylene reaction have reached a level of sophisti-
cation to predict the chemical dynamics of complex, multiatomic
systems quantitatively, bespeaking the validity of AIMD with
B3LYP/cc-pVDZ in representing this specific reaction. Nonethe-
less, in a general case, the AIMD/DFT simulations, although pro-
viding insightful movies (Movies S1-S8) and mechanisms, should
mostly be considered as a qualitative representation of the considered
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reactions of similar complexity unless the results could be verified by
experiments as demonstrated here.

Conclusions

Our combined experimental and theoretical investigations pro-
vided compelling evidence on the formation of singlet ethy-
nylcyclopropenyhdene (p1, X'A’) and triplet pentadiynylidene
carbene (p2, X° Y, ) under single-collision conditions via the
elementary reactlon of a methylidyne radical with diacetylene in
the gas phase involving indirect scattering dynamics. Our studies
revealed that the reaction has no entrance barrier, all barriers
involved in the formation of ethynylcyclopropenylidene and
pentadiynylidene are well below the energy of the separated
reactants, and the overall reactions to prepare both isomers are
exoergic. Electronic structure and quasiclassical trajectory cal-
culations further identified three (resonantly stabilized) reaction
intermediates on the doublet surface: metastable ethenylpro-
pargylene (il, X?A’), 1- ethynylcyclopropenyl (i2, X*B,), and
1-ethynylpropargyl (i5, X’B 1)- The chemical dynamics leading to
the gas-phase preparation of ethynylcyclopropenylidene (p2, 4)
and pentadiynylidene (p1, 6)—classified as higher homologous
molecules of cyclopropenylidene (1) and propargylene (3)
(Fig. 1)—are relevant to combustion and astrochemical regimes.
In combustion systems, the inherent CsH; potential energy sur-
face is of fundamental importance for several key reactions,
where successive reactions between any CsHj; isomer with methyl
radicals (CH3) can access multiple C¢Hg isomers (42-44)—
among them the aromatic benzene molecule, which represents
the basic molecular building block of polycyclic aromatic hy-
drocarbons. In deep space, both methylidyne radicals along with
polyacetylenes like diacetylene (C4H,) and triacetylene (CsHy)
have been detected toward the carbon-rich protoplanetary neb-
ula CRL 618 via infrared spectroscopy (45, 46). Therefore, both
ethynylcyclopropenylidene (pl) and pentadiynylidene carbene
(p2) are expected to be formed toward CRL 618 via bimolecular
gas-phase reactions of methylidyne with diacetylene. Considering
the D, symmetry, pentadiynylidene carbene lacks a permanent
dipole moment and, hence, can only be identified in deep space
by infrared spectroscopy. This finding contrasts molecular
structure of the C, symmetric ethynylcyclopropenylidene isomer,
which has a dipole moment of 3.5 Debye (47) and, therefore, can
be searched for with radio telescopes.

The exploration of the chemical dynamics leading to the
preparation of exotic singlet and triplet carbenes in the gas phase
has just scratched the surface. The reaction mechanisms
extracted here do not only highlight the critical needs of fun-
damental reaction dynamics studies relevant to the formation of
carbenes and the carbon budget in extreme environments but
can be applied to predict the formation and guide the search for
unusual carbenes like butadlynylcyclopropenyhdene (7, X A'),
heptahexaenyhdene 8, X! Al) and heptatriynylidene (9, X° )
in combustion systems and in the interstellar medium (Fig. 1) (9
11, 22, 25, 48-50). Formally replacing one of the hydrogen atoms
of cyclopropenylidene (1) by a linear butadiynyl moiety leads to
butadiynylcyclopropenylidene (7) (11). This singlet carbene was
first observed in an electrical discharge of diacetylene in neon via
Fourier-transform microwave spectrometer (48). Heptahex-
aenylidene (8) was first prepared through charge stripping of the
corresponding radical anion and detected via microwave spec-
troscopy (49, 51). With dipole moments exceeding 7 Debye,
these isomers were proposed as ideal candidates for astronomi-
cal searches (19, 25). The microwave inactive triplet hepta-
triynylidene (9) (11) was probed in neon matrices via its
electronic absorption spectra through the %, «X°%, %, transi-
tion and also characterized by cavity ring down spectroscopy (50,
52). The combined experimental and theoretical results as pro-
vided here lead us to predict that both butadiynylcyclopropeny-
lidene (7) and heptatriynylidene (9) could be prepared in the gas
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phase not only in the laboratory, but also in the interstellar
medium and in combustion flames via the elementary reaction of
the methylidyne radical with triacetylene (CgH,). An under-
standing of the synthesis of highly reactive singlet and triplet
carbenes will rely on critical combination of gas-phase molecular
beams experiments under single-collision conditions combined
with electronic structure and dynamics calculations as achieved
here, thus closing the gap between (astronomical) observational
and laboratory data on the exotic hydrocarbon chemistry that has
existed for decades. The excellent agreement between funda-
mental experimental dynamics studies under single-collision
conditions and the outcome of trajectory simulations reveals
that molecular beams studies merged with AIMD simulations
have advanced to such a level that complex, polyatomic reactions
with exceptional relevance to extreme astrochemical (interstellar
medium, atmospheres of planets and their moons) and com-
bustion chemistry conditions can be explored from the funda-
mental chemical dynamics viewpoint.

Materials and Methods

Experimental. The reactions of the methylidyne (CH, X?M) and CD (X°IT)
radicals with diacetylene (HCCCCH; X'=4*) were studied under single-
collision conditions utilizing a crossed molecular beams machine at the
University of Hawaii (53). In the primary source chamber, the pulsed su-
personic methylidyne beam was generated via photodissociation (COMPex
110, 248 nm, 30 Hz; Coherent, Inc.) of helium-seeded (99.9999%; AirGas)
bromoform (CHBrs3; Aldrich). After passing through the skimmer, the
methylidyne radical beam was velocity-selected by a four-slot chopper wheel
yielding a peak velocity v, of 1,835 + 23 m-s™' and a speed ratio S of 12.2 +
1.3 (SI Appendix, Table S1). Laser-induced fluorescence determined the ro-
tational temperature of the methylidyne radicals to be 14 + 1 K (54). In the
secondary source chamber, a section of the supersonic diacetylene beam
defined by v, = 630 + 15 m-s™" and S = 23.2 + 0.3 seeded at a level of 5% in
argon (99.9999%; AirGas) crossed perpendicularly with the section of the
methylidyne radical beam, resulting in a collision energy (Ec) of 19.4 + 0.4
kJ-mol~" and a CM angle (@) of 53.8 + 0.3°. Diacetylene was synthesized
according to a literature procedure (55). Each gas pulse was released by a
piezoelectric pulse valve operated at a repetition rate of 60 Hz and pulse
width of 80 ps with the secondary pulsed valve 88 ps prior to the primary
pulsed valve. For the corresponding isotopic substitution experiments of CD,
bromoform-d (CDBr3, >99.5%; Aldrich) acted as a precursor; the pulse of the
primary beam was characterized through v, = 1,810 + 27 m-s~'and §=12.2 +
0.9, resulting in Ec = 20.1 + 0.4 and O¢y = 51.8 + 0.3 (S/ Appendix, Table S1).
Reactively scattered products were sampled via a triply differentially pum-
ped mass spectrometric detector (quadrupole mass spectrometer, QMS),
which is rotatable in the plane defined by both supersonic beams. The
neutral reaction products entering the detector at pressures of typically
5 x107'2 Torr were ionized in the electron impact ionizer at 80 eV and fil-
tered according to mass-to-charge ratio (m/z) in the QMS (QC 150; Extrel);
the ions are collected by a Daly-type ion counter. Up to 5.4 x 10° TOF spectra
were recorded at laboratory angles between 30° and 69° with respect to the
methylidyne beam at each angle. A forward-convolution method is applied
to convert the laboratory data into the CM frame yielding the CM transla-
tional energy P(E;) and angular T(0) flux distributions. These functions
comprise the reactive differential cross-section /(6, u) at CM scattering angle
6 and CM velocity u, i(u, 6) ~ P(u) x T(6). The error ranges of the P(E7) and T(6)
functions are determined within the 1c limits of the corresponding
laboratory angular distribution.

Electronic Structure Calculations. Geometries of various species (reactants,
intermediates, transition states, products) on the CsHs potential energy
surface (PES) were optimized using the doubly hybrid DFT B2PLYPD3
method (56-58) with Dunning'’s correlation-consistent cc-pVTZ basis set (38).
The exceptions were intermediate i1 and the transition state connecting i1
and i2, which could not be found at the B2PLYPD3/cc-pVTZ level of theory;
these were located using hybrid DFT B3LYP/cc-pVTZ calculations. Vibrational
frequencies were computed at the same levels as geometry optimization,
that is, B2PLYPD3/cc-pVTZ for most structures and B3LYP/cc-pVTZ for i1 and
the aforementioned transition state. Single-point energies of the optimized
structures were refined using the explicitly correlated coupled clusters
CCSD(T)-F12/cc-pVTZ-f12 method (33, 34) to approximate the CCSD(T)/CBS
values, that is, the energies within the coupled clusters theory with single
and double excitations with perturbative treatment of triple excitations
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extrapolated to the complete basis set limit. The accuracy of the CCSD(T)-
F12/cc-pVTZ-f12//B2PLYPD3/cc-pVTZ + ZPE (B2PLYPD3/cc-pVTZ) relative en-
ergies is expected to be better than 4 kJ-mol~'. Zhang and Valeev (59)
showed for a typical set of chemical reactions that the mean absolute errors
in CCSD(T)-F12/cc-pVTZ-f12—calculated reaction energies and barrier heights
are 2.3 and 1.2 kJ-mol~", with the maximal absolute errors being 6.4 and 3.3
kJ-mol™", respectively. A presence of a multireference character in the
wavefunctions was monitored by the T1 diagnostic values from CCSD cal-
culations. It appeared that T1 diagnostics exceeded 0.03 for i1, the transition
state, and for several structures along the minimal energy paths (MEP) for
the H losses from i2 to p1 and from i3 to p2 occurring without exit barriers,
which were utilized in variational transition state theory calculations of rate
constants of the corresponding reaction steps (discussed below). For these
structures, the wavefunctions are likely to exhibit a significant multi-
reference character making the CCSD(T)-F12 energies less reliable. There-
fore, their single point energies were instead refined using a multireference
perturbation theory CASPT2 approach (37) with active space including 13
electrons distributed on 10 orbitals and with the cc-pVTZ basis set. To cir-
cumvent the lack of size consistency for the CASPT2 method, the CASPT2(13,
10)/cc-pVTZ relative energies of i1 and the transition state were computed
with respect to a “supermolecule” made from the reactants at a large sep-
aration where their interaction is negligible, whereas those for the i2-p1 and
i3-p2 MEP structures were evaluated with respect to the decomposing i2 and
i3 intermediates, respectively. The B3LYP and B2PLYPD3 calculations were
performed using the Gaussian 09 (60) software package, whereas the CCSD(T)-
F12 and CASPT2 calculations were performed using Molpro 2010 (61).

RRKM theory (41) was used to compute energy-dependent rate constants
of all unimolecular reaction steps on the CsHs PES following the initial as-
sociation of the methylidyne radical with diacetylene and to evaluate
product branching ratios under single-collision conditions. For the hydrogen
atom elimination reaction steps occurring without exit barriers, micro-
canonical variational transition state theory (u-VTST) (41) was employed. The
data required for p-VTST calculations include optimized geometries, vibra-
tional frequencies, and refined single-point energies for a series of structures
on the respective hydrogen atom loss path. These data were computed ei-
ther at our regular CCSD(T)-F12/cc-pVTZ-f12//B2PLYPD3/cc-pVTZ level or at
the CASPT2(13, 10)/cc-pVTZ//B3LYP/cc-pVTZ level for the i2—-p1 and i3—p2
paths where several structures showed a significant multireference charac-
ter. More detail on our approach to conventional RRKM and variational
transition state theory energy-dependent calculations are provided in an
earlier publication (62), but here we employed our recently developed in-
house Unimol software code (63) to generate all rate constants and product
branching ratios depending on the collision energy.

Molecular Dynamics Calculations. The AIMD simulations are carried out with a
combined software package of NWChem (v6.3) (64) and VENUS (65). The
energy gradients are calculated in NWChem, which are passed to VENUS to
solve the classical equations of motion to propagate the trajectories (66). At
the beginning of the simulation, the reactant molecules are separated by
1,200 PM, thus minimizing any intermolecular interaction between them;
the reactants collide at a collision energy of 19.4 kJ-mol~" at a fixed impact
parameter b. To match the experimental conditions, the initial vibrational
and rotational energies for diacetylene (C4H,) are selected from a canonical
ensemble at 15 K, while the methylidyne radical is defined by its vibrational
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ground state and a rotational temperature of 14 K. The time step of the
AIMD simulations is 0.2 fs. The trajectories are halted once the products are
formed or they go back to the reactants after the collision. The simulations
start from b = 100 PM; larger impact parameters are sampled with an in-
crement of 100 PM until no reactive trajectories are found, for example
0 out of 250 reactive trajectories at b = 500 PM. The number of trajectories
simulated at each b value is proportional to the probability of collision, that
is, 100, 200, 300, and 400 trajectories for b at 100 PM, 200 PM, 300 PM, and
400 PM, respectively. Over this range of impact parameters, the probability
of reaction, P(b), decreases from 5 to less than 1%.

The quantum chemistry method employed in the AIMD simulations should
represent the potential energies of this reaction accurately. Further, an AIMD
simulation involves millions of energy gradient calculations to propagate the
trajectory, and thus the quantum chemistry method also needs to be com-
putationally efficient. Here, the potential energy profile is computed at the
CCSD(T)-F12/cc-pVQZ-f12//B2PLYPD3/cc-pVTZ level of theory (34, 38, 58, 67),
which serves as the benchmark to evaluate the performance of a series of
affordable methods such as MP2 and DFTs combined with double-zeta basis
sets (SI Appendix, Table S3). The root mean square displacement (RMSD)
between the benchmark and the potential energies from candidate quan-
tum chemistry methods are computed with Eq. 1 (68-70):

N
RMSD = [ 13762, 5 = PEG) ~ PErer(, [1]
i=1

in which §; is the difference in relative potential energy between the
benchmark value and the value calculated from candidate method and N is
the total number of key points on the potential energy profile, including the
reactants, intermediates, transition states, and products. In addition to lo-
cating all key points involved in this reaction, the quantum chemistry
method should be stable in handling nonoptimal structures and conserve
the total energy of the system. This feature is often overlooked but is of
particular importance in simulating the present reaction: As shown in section
Electronic Structure Calculations, the entrance channel reveals high multi-
reference character, which is known to cause numerous convergences
problems to candidate quantum chemistry methods listed in S/ Appendix,
Table S3. Therefore, those methods (S/ Appendix, Table S3) with low RMSD
values have been employed to test their stability in AIMD simulations. Al-
though B3LYP with the two Pople basis sets (6-31+G* and 6-311++G**) have
slightly lower RMSD (68-70), the total energies of their trajectories are not
as stable as with B3LYP/cc-pVDZ (38). Therefore, balancing the concerns of
accuracy, feasibility, and stability, B3LYP/cc-pVDZ is chosen to be the quan-
tum chemistry method in the AIMD simulations.

Data Availability. All study data are included in the paper, SI Appendix, and
Dataset S1.
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