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Abstract. The results of studies on the interaction of diazoalkanes
with transition metal complexes are presented and the successive
transformations of the diazoalkane complexes formed are traced.
The reactions have been classified in terms of the proposed
mechanism and the structure of the products. The principal
structural parameters of the diazo-ligands are presented. The
bibliography includes 145 references.

1. Introduction

The reactions of diazoalkanes with transition metal complexes
have become the subject of intensive study during the last 20 years.
The products of these reactions are important both theoretically
(for example, diazoalkanes coordinated to a metal are possible
intermediates in the insertion of molecular nitrogen into organic
compounds 12) and synthetically (the reactions with diazo-
alkanes constitute the most convenient method of synthesis of
bridged carbene complexes of transition metals34).

Generally speaking, several review articles have been devoted
to the reactions of diazoalkanes with transition metal com-
plexes. >~8 In the present review, an attempt has been made to
classify the available data in terms of the type of reactions or the
structure of the complexes formed, mainly the interactions of
diazoalkanes with mono- and bi-metallic complexes of transition
metals being considered. On the other hand, the reactions of
polynuclear (trinuclear and more highly condensed species)
complexes are presented only in those cases where they strongly
resemble the reactions of the mono- and di-nuclear complexes in
terms of the mechanism or the structure of the complexes formed.

It is essential to note that a systematic approach to the
consideration of the mechanisms of the processes occurring is
difficult since the available literature data about them are usually
restricted to the description of the structures of the complexes
obtained. One should also recall that the information about the
structure of the complexes can be frequently unreliable if it is based
solely on data obtained by individual spectroscopic methods and
not the results of X-ray diffraction studies.
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The electronic structure of diazoalkanes may be represented
by the following canonical structures: 36
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On the basis of these structures, one can postulate that diazo-
alkanes enter into reactions (including those with transition metal
complexes) as 1,3-dipoles (A2, A3), N-nucleophiles (A1, Az), or
C-nucleophiles (A3, A4). Furthermore, bearing in mind the
unsaturated nature of the diazoalkanes, one may also expect the
formation of complexes of the m-type.

Naturally the result of the interaction of transition metal
complexes with diazoalkanes depends on the nature and reactivity
of the complexes. Fig. 1 presents the principal structural types of
the products obtained as a result of such interaction.

It is essential to note that the simultaneous formation of
several complexes of different types has been repeatedly observed
in one reaction. Furthermore, the same initial complex can afford
different products in reactions with different diazoalkanes and,
conversely, the same diazoalkane can lead to the formation of
products of a completely different type in reactions with different
complexes. For example, the interaction of diazocyclopentadienes
substituted in different ways with transition metal compounds
afforded six types of complexes:
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Figure 1. The principal structural types of the products of the interaction of transition metal complexes with diazoalkanes.

It follows from the wide variety of the products that the
classification of reactions of diazoalkanes with transition metal
complexes is by no means a trivial task. We have classified these
reactions in terms of the structure of the products taking into
account as far as possible the proposed reaction mechanism and
the type of complex entering into the reaction.

II. Complexes with the ligand coordinated through
a nitrogen atom

1. Addition reactions with formation of n'-N- and n%-N, N’-
diazoalkane complexes

Coordinatively unsaturated transition metal complexes
(ML ,)®—1° or their precursors (ML,Y), containing only readily
climinated ligands Y such as hydrogen,°-23 nitrogen,24—2°
carbon monoxide, 3®—32 phosphine, 3! ~33 tetrahydrofuran, 34—36
or an alkene, 19293237 can enter into oxidative addition
(or ligand exchange) reactions, which lead to the formation
of 12-N, N'-diazoalkane complexes (B) or n!-N-diazoalkane
complexes (C).

N.CR'R" ML,
z (or ML,Y)
N
Z\ or

—_— LM 2M=—N==7]
N LM=N=NG o
B C

Y = Hj, N3, CO, PR;, THF, alkene.

In the presence of an excess of the diazoalkane, the elimination
of the phosphine ligand may be accompanied by the formation of
the phosphazine R;PN>CR'R”. 32

The mechanism of the replacement of the ligand Y can be both
associative and dissociative—depending on the coordination
capacity of the metal atoms and the ability of the other ligands to
undergo a change in their electron-donating properties. Thus it
has been suggested !7 that molybdenum and tungsten complexes
of the type M(CO)(S2CNR3); ('-N>CR'R") (M = Mo, W) 1are
formed from M(CO);(S2CNR3)2 2 and N,CR'R” in several
stages, in which the diazoalkane N>CR'R” is consecutively a
0-, 2-, and 4-electron-donating ligand (the process is accompanied
by the elimination of two CO molecules in successive stages:
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A mechanism differing from the usual one for the formation
of n'-N-diazoalkane complexes has been proposed for the
formation of diaryldiazomethane complexes of niobocene and
tantalocene Cp,M(H) (N2CPh,) (M = Nb, Ta) 3 2:22 by the
reaction of the corresponding metallocene trihydride 4 with the
diazoalkane. Since the rate of elimination of hydrogen from
CpzMHj; (pathway a) is appreciably lower than the rate of
formation of compound 3, pathway b, involving the insertion of
the diazoalkane in a M — H bond and only then the elimination of
hydrogen, is more likely.
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In the first communications %1924 (up to 1975) in which the
synthesis of stable monometallic diazoalkane complexes was
reported, the question of the type of coordination of the diazo-
alkane usually remained open. The hypothesis, put forward in
1966,% that diphenyldiazomethane is coordinated to cyclo-
dodeca-1,5,9-trienenickel exclusively via the carbon atom can
hardly be regarded as realistic in the light of present day
knowledge.

The results of X-ray diffraction studies on the complexes
Ni(CNBut),(NFld) (NoFld = 9-diazofluorene) 5'* and
Ru(CO)»(PPh3)» (N2CsCly) 6!1 indicate that diazoalkanes are
involved in n)2-N,N '-coordination (type B) in both complexes. The
above complexes with the n2-N,N’-coordination of the diazo-
alkane are regarded as m-type complexes. A similar type of
coordination has been demonstrated by X-ray diffraction for the
complex Cp,Ti[n3-N,N’,0-NoC(CO,Et);] 7,'% in which the
metal atom is additionally coordinated to an oxygen atom of the
carboxy-group. The displacement of the venn vibration band
from 2050—2150 cm~! for the free diazoalkanes to 1400—
1600 cm—! for the complexes has been observed in the spectra of
the complexes. On this basis, it has been suggested that this type
of coordination of the diazoalkane occurs also in many other
complexes, in particular in Cp,V(IN>CR;) (R = Ph, CO,Et),!2.13
CpaM(H) (N2CPhz) (M = Nb, Ta) 3,%° and Cp,Mo(N,Fld), >
and in certain complexes of the type L,M(N,CR,) (L = CNBut,
PR3; M = Ni, Pd; CR, = CPh,, C(CN),, Fld, CsX,4; X = H,
Cl, Br).9-11,14
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Complexes with the n'-N-coordination of the diazoalkane
ligand were obtained later — for example, IrCI(N,CsCls)(PPh3) -
8a.33 It was then also suggested !! that the - N,N'-coordination
of the diazoalkane is more probable in those cases where the
electron-accepting nature of the nonterminal nitrogen atom
becomes enhanced under the influence of the electron-deficient
CR; of the diazoalkane and when the d orbitals of the transition
metal are filled to a greater extent.

Numerous data are already available on complexes for
which the n!-N-coordination of the diazoalkane has been
postulated with a high degree of probability or reliably
established:

MCIL, (N,CR'R") Cp,Ti( PMe;) (N2CPh,) 3!
8 9
Cp2 M(X) (N,CPhAr) 21, 22. 39 M = Nb, Ta;
3,10 X =H, ], Br.
M(CO) (S2CNR;), (N,CR'R") 1530 M = Mo, W.
1
MX; (N2CR'R")L(PMe,Ph) , 40:4! M = Mo, W;
X = Hal, OR;

1 L = PMe,Ph, r-ligands.

[MX(N,CR'R") (dppe), ] ¥ Y~ 42-4¢
12
M = Mo, W; X = Hal; dppe = PPh,(CH;),PPh;;
Y = Br, BFq, PFs.
X, W(p-CSiMe3), WX, (N2CPh,) 16
13

X = CH,SiMes, OPri.

MO(OBU' ) 4(N2CAI‘2 ) 18
14

Cp'Mn(CO), [ N2C(CO,R) 5] 3435
15

Cp, = C5H5 N C5H4M€.

MCl;_H,L, (N, CR'R") 26.27.29,37 M=Ir,Rh; x=1,2;

L =CO, PR;.

It was observed that the absorption band for the venn vibration
in the spectra of these complexes is in the same range as for the
complexes with n2-N,N'-coordination of the diazoalkane, i.e. in
the region 1400—1600 cm—!.
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Apart from the reactions involving the addition of diazo-
alkanes to the coordinatively unsaturated complex or the
substitution of another ligand by the diazoalkane, other
methods of synthesis of n'-N-diazoalkane complexes have
also been discovered. Among the molybdenum and tungsten
complexes M(N2);L, 16 containing coordinated molecular
nitrogen, the diazoalkane complexes 11 and 12 have been
obtained in two ways: (@) by reaction with geminal dibromo-
compounds;“6—48 (b) by the protonation of the nitrogen with
formation of hydrazinate(2-) complexes and subsequent con-
densation with aldehydes or methyl ketones.40—46

b
M(N2)zLn .
2HX — N2 16 R’ R”CBl‘z - Nz

1o
X,L,M(NNH;) SRE=OHX _ o 1 M(=N—N=CR'R")

B
11,12

—-H;0

M = Mo, W;

X = F, Cl, Br, I, BF,, PFg;

L = PMe,Ph, dppe;

R’ = H,Me; R” = H,R, COR, Ar.

The tungsten complex of diazobutanol 12b and the related
complexes [ MBr(N.C(X)CH>CH,CH,OH) (dppe)2]* (M =
Mo, W; X = H, Me)*8-5° have been obtained by the reaction
of M(N).(dppe), 16b with 2-X-substituted tetrahydrofuran
(THF) in the presence of alkyl bromides.

O, X o

T
RBr, o CH,):0H
LMz —— L;BrM=N——N=C<§( i

16b 12b

M = Mo, W; L =dppe; R = Alk; X = H, Me.

The molybdenum complexes Mo(OBut)fN,CAr;) 14,18
(RO)2(N2CAr; )Mo(p-OR);Mo(OR) (N,CAr; ) (py) 17, where
R = Pr! or CH;Bu,'®5! and Cp(CO)sMoMoCp(CAr).
.(N2CAr,) 18 52:53 with n'-N-coordination of the diazoalkanes
have been obtained from the complexes Mox(OR)s 19 and
Cp(CO) :Mo(p-CAr2 )Mo(CO),Cp 20. The addition of the
diazoalkane molecule takes place as a result of the transformation
of the coordination sphere in the initial complexes, for example:

Ph,C R CPh;
\\I]I s Ilq//
2 N,CPh, 5 =
Mos(OR)s 2P o RO, ME—SMo(OR)(Y) ;
~o~
19a R
R = Pri, 17a
Me
p-MeH4C6\
C
VAN N2C(CsHaMe-p)2
Cp(CO)2Mo——Mo(CO)-Cp ———CO—b
20a

// C(C6H4Me-p)2
T

Wl

—» Cp(CO)3Mo—MoCp
C(C5H4Me-p) 2
18a

The diazoalkanes in complexes with n!-N-coordination can
be formally regarded as neutral diazoalkane or nitrene ligands
or as hydroazonate(2-) ligands. However, the nature of the
bonds in them, particularly that of the N—N bonds, differs from
those in hydrazones. The N— N bond length in these complexes is
close to that in a double bond, while the M —N—N angle tends
to 180°. The principal structural parameters of diazoalkane
and related complexes are presented in Table 1 and the average
C—C and C—N bond lengths in organic molecules are shown
for comparison in Table 2. On the basis of the structural data for
the diazoalkane complexes, one can postulate the sp hybridisation
of the terminal nitrogen atom. The M — N bond length is also close
to that of a double bond, so that the diazoalkane ligand can be
regarded as a 2-electron donor (in complexes 3, 8, 9, 10, and 15)
and a 4-electron donor (in complexes 11 —14, 17, 18) depending
on the coordination capacity of the metal atom.

The formation of metallocyclobutane complexes of type D
with 1,3-N,C-coordination of the diazoalkane has been postu-
lated only as intermediates in the catalytic decomposition of
diazoalkanes, leading to carbenes and hence to the products of the
reactions of carbenes.

X
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Table 1. Structural parameters of n'-N- and n?-N,N’-diazoalkane and related complexes.

No. Complex Bond lengths/A Bond angles/deg Ref.
N-N' N'—C M—-N-N' N-N'-C
Free N,CH, 1.12 1.32 - 180 54
B. Complexes with n2-N,N'-coordination
5 Ni(CNBut),(N,Fld) 1.25 1.34 69 134 14
6 Ru(CO)z (N2CsCls)(PPhs) » 1.22 1.37 70 132 11
7 Cp.Ti[ N2C(CO,Et); ] 1.21 1.37 84 147 12
- CpTiCl; (N,Ph) 1.22 — 71 126 55
C. Complexes with 1'-N-coordination
9 Cp:Ti(PMe;) (N2CPh,) 1.26 1.31 157 126 31
3a Cp,Nb(H) (N2CPhy) 1.29 1.31 17 124 21
10a  Cp;Nb(CI[ Nz (C(Ph)(e-CsH4Br)] 1.29 1.30 169 126 22
10b  Cp,Nb(Br) [N;C(Ph) (o-CsH4Br)] * 1.20 1.31 159 126 39
1.35 1.34 171 121
11a  WCI(N2CMePh)( p-MeCe¢H,CHO)(PMe,Ph), 1.29 1.27 166 121 56
11b  WCL(N2CMe; )(C:Ha)(PMe:Ph), 1.34 1.29 167 117 56
122 [WBr(N2CMe,) (dppe)2 JBr 1.34 1.28 171 124 57
12b [ WBr(N,CH(CH2);OH)(dppe): JPFs 1.31 1.29 172 116 49
12c  [WF(N2C(Me)CH,COMe) (dppe)2 |BF, 1.32 1.30 174 125 44
13a  (RCH;);W(u-CR);W(CH;,R); (N,CPhy) 1.36 1.29 158 123 16
R = SiMe;
14a Mo(OBut )4(N>CPh; ) 1.31 1.31 168 122 18
17a (RO)2(N2CPh);Mo( u-OR)3sMo(OR) (N2CPhy) (py) 1.32 1.28 164 124 18
R = Pri 1.30 1.31 153 122
17a (RO)2(N2CPh); Mo(#-OR)sMo(OR)(N>CPh ) (py) 1.30 1.30 164 124 51
R = Prf 1.30 1.31 155 122
18a Cp(CO)3sMo —MoCp(CAr; ) (N2CAr;) 1.32 1.32 175 121 52,53
Ar = C5H4Me-p
152 CpMn(CO),[ NoC(CO:Me), | 1.17 1.35 177 151 34
8a IrCI(N2CsCly) (PPh3) 1.17 1.35 175 141 33
— trans-WI(NNSiMes) (PMe,Ph) 4 1.24 - 168 152 58
- mer-WI(NNHSiMe;) (PMe,Ph)s 1.32 - 171 127 58
- mer-WI,(NNSiMe,CH,CH,SiMe; ) (PMe,Ph), 1.36 - 173 120 59
126

2 Two independent molecules in the unit cell of the complex.

Table 2. Average N—N and N—C bond lengths (A) in organic
compounds,$0—62

Bond Single Single? Double Triple
N—-N 1.40-1.45 1.37 1.22-1.25 1.12
C—-N 1.47-1.49 1.33-1.35 1.28-1.33 1.14

2 The length of a single bond conjugated with a double bond.

2. Addition (insertion) reactions with formation of bridged
diazoalkane complexes

Bridged diazoalkane complexes have been obtained in several
ways: (a) by addition (insertion) to multiple (Mo=Mo,
W=W63-6 and Os=0s) or single (Zr—Zr”' and
Ru—Ru7?) metal—metal bonds; (b) by the dimerisation of
coordinatively unsaturated metal complexes (Ti,!%:36¢ Zr, 17
Nb,7%74 Mn, Co7%); (c) by the substitution of other bridging
ligands (Rh76):

(@ L.M=ML, + N;CR,
L.M=ML, + N,CR,
L.M—ML, + NoCR,

—>  (L-M)2(u-N2CRz) (M-—M)

—  (L.M)2p-N2CRz) (M-—-M)

—>  (LyM)2(n-N2CR2)

Q0 . .
(b) 2[L,.M=N—N=CR2] —> (L.M)(1-N2CR;)2
2LM + NiCR; —» (L.M)y(u-NoCR;)

© @CaM)e(@-Y): + N:CR; —g— (L-M)(1-NCR,)
Y = H.

One can postulate at least four types of coordination of
bridging diazoalkanes to a bimetallic centre (regardless of whether
the direct valence metal —metal interaction is then retained):’

(a) A symmetrical bridge with the coordination of only the
terminal nitrogen atom —with u-n!:mn!-N-coordination of the
diazoalkane, the diazoalkane being capable of functioning both as
a 2-clectron donating (E;) or a 4-electron-donating (E») ligand.

RiCans B Rl
s N\ N
3 X
LM~ ML, L.MZ ML, LM ML,
E; E;
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(b) An asymmetric bridge with additional coordination of
the nonterminal N’ atom to one metal atom (type F)—with
p-n': m2-N,N,N'- or p-o,r-coordination of the diazoalkane.

R,C R,C
? \ I,
-
N - NK
/ \l / ﬁ
LM ML, L.M ML,
F

(c) A bridge where each nitrogen atom is coordinated to only
one specific metal atom —with p-n':n!-N,N’-coordination of
the diazoalkane (type G).

(d) A bridge the terminal nitrogen atom of which is coor-
dinated to one metal atom while the carbon atom is coordinated to
the second metal atom—with p-n': n'-N,C-coordination of the
diazoalkane (type H).

CRZ N/
- Vi
N—N/4 N7 “cr,
/A
LM ML, L.M—ML,
G H

In bimetallic complexes, the asymmetric type F coordination
of the diazoalkane is most often encountered. Such coordination
has been established (or postulated) for the following complexes:

CpCITi(N2CPh,), TiCICp 1936

21

CpClZr(p-13:13-C1oHg)(N2CPh)ZrCICp 7!
22

Cp'(CO)Mo(n-CO)N,CR'R”)Mo(CO)Cp’ 63-65
23

Cp' = CsHs, CsHsMe, CsMes; R =R"= Me; R = H, R” = CO,Et

CsME5(C0)2M0(H-CH2)(N2CH2)M0(CO)2C5M65 .66
24

It has been observed (Table 3) that the N—N' bond in these
complexes is intermediate between a double and single bond,
while N'—C is very close to a double bond.

Table 3. Selected structural parameters of diazoalkane and related complexes.

No. Complex Bond lengths/A Bond angles/deg Ref.
N-N' N'-C M—-N-M’ M-N-N’ N-N'-C
M’—=N-N")
Complexes with p-n': n!-N-coordination
25a  CpbZr(N,CHPh) (N,CHPh)ZrCp) 1.36 1.29 100 121 120 17
Cp' = CsHMe (140)
26 [CpNb(5-CsH C(COE=Ny)}, 1.34 1.31 93 127 118 73
(140)
27a (But0)sW(N,CAr; ), W(OBut)3 1.41 1.26 a a 137 18
Ar = p-C6H4Me
28a Cp(CO)2Mo(u-CO)N2CPhz )Mo(CO)Cp 1.35 1.28 97 130 122 65
(128)
CpCITi(N,Ph; )(N;Ph, )TiCICp 1.39 1.47 95 81 a 78
1.47
Complex with p3-N-coordination
Fe3(CO)s(N-CPh;) 1.40 1.26 a a a 80
Complex with p 4-N-coordination
Rus(CO)2( pe-C= CPh) (N,CPh,) (u-PPh3) 1.40 1.30 a a a 72
Complexes with u-n': n2-N,N,N’-coordination
21 CpCITi(N.CPh, ), TiCICp 1.33 1.30 94 78 2 19
(154)
1.34 1.31 95 78
(157
22 CpClZr (u-C10Hs)(N2CPh; )ZrCICp 1.34 131 131 74 129 71
(152)
232 Cp*(CO);M0' (n-COYN2CMez )Mo(CO)Cp* 1.37 1.30 92 7 133 63
Cp* = CsMes 113)
23b  Cp*(CO);Mo’ (N:CHCO,Et)Mo(CO)Cp* 1.34 1.29 97 128 122 65
Cp* = CsMes (130)
25a  Cp,Zr(N,CHPh)(N,CHPh)ZrCp) 1.32 1.29 101 74 124 17
Cp’' = CsHsMe 174)
— CpCITi(N,CPh, )(N2Ph2)TiCICp 1.38 143 94 128 2 78
1.43 (138)
Complexes y-n! : n2-N,N’,0-coordination
29a Cp(C0)2Mo[(N,CPh)C(O)Ph]Mo'(CO).Cp 1.26 1.44 a 174 a 64
29b Cp(CO)2Mo[N,C(CO,Et) ,]JMo’(CO).Cp 1.24 1.42 a a 122 65

a The value of the given parameter is not quoted.
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Ph,C,
2 \\ )
\\\N
|
Cp(Cl)T{——\Ti(Cl)Cp C Cl)ZI (CI)C
T h¢ p
\N/ PChZr
. ~b
q i
21 Ph,C 22 Ph,C
MC;C
N CHCO,Et
Pl N
Cp*(CO)Mq—Mo(CO)Cp*  Cp*(CO):Mo/—|—Mo(CO)Cp*
~ N/
6
23b
23a

Cp* = CsMes.

Dimerisation of the coordinatively unsaturated complexes
[Cp5Zr=NN =CHAr] generated afforded the interesting com-
plexes CpbZr(u-n' :n!-N-NoCHAr)(p-n": n2-N,N,N'-N.CHAr).
.ZrCp} 25 (Cp’ = CsHs, CsHaMe),!”- 76 in which the symmetrical
(E ) and asymmetric (F ) coordination of the diazoalkane has been
established. The titanium and zirconium diphenylhydrazinate(2-)
complexes CpXM(p-1' : n'-N-N3Phy ) (k-n! : n2-N,N,N’-NzPh,).
MXCp (M=Ti; X=Cl; M=1Zr;, X=Cp), similar to
complexes 25, have also been synthesised.”®7’

PhHC CO,Et
\, [
N l C\f
Ve
cpzi—crs N
N Nb——Nb
/ \ V4
N/ N
N\ |
CHPh N\(:
258 |
CO,Et
Cp’ = CsHiMe. 26

The interaction of the complex Cp,NbH3 4a with diazo-
acetate afforded the unique bimetallic complex [CpNb-n3-CsH4C.
(CO2Et)=N-p-n':n'-N]» 26 containing a diazoalkane ligand
coordinated to the metal atom and simultaneously bound to one
of the ligands.”® The substitution of the Cp ligand in the metallo-
cene complexes of the early transition metals is encountered
extremely rarely. It has been suggested that the formation of
complex 26 also includes a stage in which coordinatively
unsaturated monometallic intermediates dimerise (see Section
Iv.1).

A bridged diazoalkane complex [Cp,Nb( -N,CPh,)l 74 has
been obtained from Cpy(Br)Nb(n!-N-N,CPh;) 10¢ and sodium
naphthalide.

On interaction with diazoalkanes, molybdenum alkoxides
of the type My(OR)s 1912 give rise to mono- and bi-metallic
complexes 17 and 18 with n'-N-coordination of the diazo-
alkane. Tungsten alkoxides afford the bridged complexes
(Bu'O)sW(-n': n'-N-N,CAr,),W(OBu'); 27 in this reaction.

Ar,C
\\rf’g
N

RN
(Bu'O);W . W(OBuY);
N, S
0

N':

\\CAI' 2

27a Ar = C¢gHsMe-p .

The complexes Rh; (u-N2CRCO,Et)(CO)2(dppm),, where
R = H or COsEt and dppm = PPh,CH,PPh;,’¢ have been
obtained by replacing the bridging hydride atoms in Rhz (p-H),.
.(CO),(dppm)» by the diazoalkane.

Coordination to the terminal nitrogen atom of the diazo-
alkane (related to type E) has been observed in the clusters
Os3(CO)o( p3-PhC = CPh) (u2-N-NoCH3 ), 7° Fe3(CO)o (n3-N-Na.
.CPh,),8  Co4(CO)Cpa(3-N-NCPhy),”5 and Rus(CO)y2(ju-
C=CPh) (ua-N-N,CPh; ) (1-PPh3),”? the N—N' bond being
somewhat lengthened compared with that in the type E bimetallic
complexes (Table 3).

The p-n! : n!-N-coordination of the diazoalkane (type E) has
been observed in bimetallic molybdenum complexes in those cases
where the groups R’ and R"” in this diazoalkane molecule are bulky
and can prevent the additional coordination of the N’ atom as a
consequence of steric hindrance. A coordination of this type has
been observed in the complexes Cp(CO)>Mo(u-CO)(N2CAr,).
Mo(CO),Cp 28 (Ar = Ph, C¢HisMe-p).9%% According to
spectroscopic data, at room temperature the diazoalkane bridge
in complex 28 is fully symmetrical, but X-ray diffraction study of
complex 28a demonstrated some deviation from total symmetry.

Ph.
2C\\N .
|
N
AN
Cp(CO)Mq —/Mo(CO)Cp 28a

C
o

It was shown later 5465 that the 'H NMR spectra of the
complexes  Cp'(CO):Mo(u-CO)(N,CR'R")Mo(CO)Cp' 23
(Cp' = CsHs, CsHsMe, CsMes; R'=R”=Me; R =H,
R” = CO;Et) 365 are only partly consistent with the structure
established. In the case of the diazopropane derivative (R’ =
R"” = Me), a slow isomerisation of two structures, F 2 E, was
observed at room temperature on the basis of NMR spectroscopic
data.% It has been suggested for the diazoacetic acid ester
derivative 23b (R’ = H, R” = CO,Et) 5 that thermodynamic
equilibrium is established at room temperature between the
complexes in which the N’ nitrogen atom is involved in type F
coordination to one or several metal atoms.

It has been postulated that bridged type E and F complexes are
formed as intermediates also in the reaction of diazoalkanes with
other bimetallic complexes containing a multiple metal —metal
bond. For example, in the interaction of complexes of the type
[CP'(CO),W], with diazoalkanes at negative [below 0 °C (Ed.)]
temperatures, the formation of type E and F complexes was
observed, but only the products of the subsequent interactions,
analogous to those obtained on heating the corresponding
molybdenum analogues (see Section IV.1), were isolated.®!

In the interaction of «-diazoketones with the molybdenum
complex Cp'(CO)>Mo =Mo(CO0),Cp’ 30 (Cp’' = CsHs, CsMes),
the Mo=Mo bond is fully cleaved and type G complexes
are formed with additional coordination of the oxygen atom
of the oxo-group to one metal atom. The complexes
Cp'(CO)2Mo(u-n': n2-N,N’,0-N,C(R") = C(R"YOMo'(CO) »,Cp’
29 [Cp’ = CsHs,CsMes; R' =R" = Ph;R’ = CO,Et, R" = OEt;

R'—R"” = C(O)CH,CMe,CH> ] have been obtained in the same
way. 64,6569

Cp(CO)MOl, _
1?1'=N=M0(CO)2CP
O
\Clgc\R,
RII
29a.b

29a: R’ = R” = Ph.
29bh: R’ = COzEt; R” = OEt.
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Type H complexes have not been isolated but it has been
suggested that they are intermediates in the formation of carbenes
from diazoalkanes 47 catalysed by bimetallic transition metal
complexes.

3. Reactions involving insertion in the M — L bond with
formation of hydrazonate, alkyldiazene, and ketazine
complexes

Diazoalkanes are capable of being inserted in highly reactive
metal —ligand bonds (in the first place in M — H and M — C bonds)
and the reaction can proceed as 1,1- or 1,3-insertion of the diazo-
alkanes. The 2-N,N'-hydrazonate complexes I and alkyldiazene
complexes J have been obtained in this way.

[E] 9,
(—:I:I=N =CR,

O + >
L.M—L'
CR,
:I?II// N /CR;
1,1-insertion "/N > L,.M< I
! N.
L"M\‘I'.’ Ny
| 1
=
1,3-i i R\
nsertion L"M ,CRz L, Mz== =_="N’\
b 5 3 C(L’)R2

The 1,1-insertion reactions proceed as a rule more readily in
those cases where the initial metal complex is coordinatively
unsaturated and preliminary coordination of the diazoalkane
promotes its subsequent insertion. However, the insertion product
must be coordinatively unsaturated and stabilised as a result of
the additional coordination of the nonterminal nitrogen atom
(type I complex). The nonterminal nitrogen atom is not
coordinated in insertion reactions with bridged complexes K.

The reaction involving the insertion of N>CPh; in the
Ti—CH3 bonds of the dinuclear and trinuclear titanium oxides
[Cp*Me,Tilx(n-O) and [Cp*MeTi(n-O)]s (Cp* = CsMes) leads
to the formation of hydrazonate complexes with n>-N,N'-
coordination (type I). 32 The reaction products are the following
titaninm  complexes: Cp*Me;Ti(p-O)TiMe(n2-N,N'-NMe —
N’=CPh,;)Cp* 31 and (Cp*MeTi)(u-0)3Ti(n2-N,N'-NMe —
N'’=CPh;) Cp*. Complex 31 can interact with another N,CPh,
molecule to form (u-O)[TiMe(n?-N,N’-NMe — N’ = CPhy) Cp*].
It has also been observed that diazoalkanes are inserted in the
Zr—H, Zr—C, and Zr—P bonds of the corresponding zircono-
cene derivatives. The complexes Cp,ZrR(n2-N,N'-NRN' =CR})
32 (R = Me, CH,Ph; R’ = Ph, CO,Et),23-3¢ Cp, ZrCl(n%-N,N'-
NHN'=CPhAr) 33 (Ar = Ph, 0-C¢H4B1),83-%5 and Cp,Zr.
[(n2-N,N’-NR’N'PPh),PPh] 34 (R’ = CHCO,Et)%¢ have been
obtained similarly. Complex 33 has been synthesised also by the
reaction of CppZrCl, with LiHNN=CPh,, although the
authors'”>77 assumed that only the ny!-N-coordination of the
hydrazonate ligand takes place in it. It has been shown for
complexes 32 and 338385 that only the exo-isomers are formed.
An azametallocyclobutene derivative—the complex Cp3Zr.
.(N2-N,C-CPh=CPh—NN'=CPh,) —has been obtained by
inserting N>CPh, in the acetylene complex Cp3Zr(C2Ph,).%7

v _CPh, C(COEY,
Cp2Zr<II\:'I szZr<1EI
DN N
Me Me CH;Ph CHzPh
32a 32b
y ,//CHCOZEt
CPh; \.
Z N—
N NP
Cp2Zr ! CpZZr\ . /PPh
N \ JN—PPh
ca H N(
A
13a CHCO,Et
34

Although the bridging hydride atoms in the rhodium
complex [Rhy(p-H)2(CO)>(dppm)2] are substituted in the
reaction with diazoalkanes,’é in the osmium cluster (u-H),.
.0s83(CO)yo the diazoalkane is inserted with formation of the
complex (p-H)Os3(CO)o (0-NH~—~N=CR'R") 35 (R’, R" = H,
Me, Ph).8%.8 The analogous ruthenium complexes (u-H)Rus.
(CO)10( p2-N-NH—-N=CR'R”) have been obtained in the
reaction of hydrazones with Ru3(CO)1, ;%! when yet another
CO molecule is lost, the complex (p-H)Ru3(CO)o(ps-N,N,N'-
NH-N=CR'R"), with the p3-N,N,N’-coordination of the
hydrazonate ligand, is formed.

Qs(CO)a
N
(CO)gOS\ /Os(CO)3
IIIH
NI
NcemR
35a,b
35a: R = Ph.
35h: R = Me.

1,3-Insertion has been observed only for metal hydride
complexes. This is probably due to the great mobility of the H
atom. The 1,3-insertion products are derivatives of alkyldiazenes
HN=N-CHR,, which are tautomeric forms of diazoalkanes
(hydrazones) HoN—N=CR;. According to quantum-chemical
calculations,®? either one or other tautomeric form is more
convenient (depending on R) for the simplest alkyl substituents R ;
the energy difference between them does not exceed 5 kcal mol —!.

It has been found that the alkyldiazene complexes CpM.
(CO)5(n*-N-N=N—CHR'R") 37 are formed as the main
products in the reactions of CpM(CO);H 36 (M = Mo, W) with
the diazo-compounds No,CR'R” (R’, R” = H, Me, CO,Et).93-9%
Under analogous conditions, the reaction of the manganese
hydride (CO)sMnH with N,CH, gives rise to a mixture of
products,’* 9798 from which the product of the insertion of
diazomethane in the Mn—H bond, namely (us-N,N,N'-
N>CH3)[Mn(CO)4]3 38, was obtained in ~10% yield.

@ (COpMr——Mn(CO:
N'=
w. s —
\'co Me” Mn(CO)
I\{/,’ CcO 38
I\I/Ie 37a

The products of the insertion of NoCH> in the M—CO
multiple bond, i.e. the manganese carbohydrazonate complex
(CO)sMn(u-N,N’,C-C(0O)~ NN’ = CH,)Mn(CO)4 39, is formed
in the same reaction in 25% —30% yield.5*8%9° The dinuclear
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complex Fey(CO)s[PhyC =N’ NC(O)C (Me) C(OEt)] 40, also
containing the carbohydrazonate fragment, has been obtained in
the reaction of the cluster Fe3(CO)g(n3-CMe) (13-COEt) with
N,CPh, .!% The double insertion of a diazoalkane in a M—-CO
bond has been observed in the interaction of Cp,Ti(CO)2 with
N,CPh,. The product also contains a ligand of the carbo-
hydrazonate type (Cp;Ti)3[PhoCN,C(O)N,CPhy], 41.° On the
other hand, the reaction of Cp,Ti(PMe3) 2 x (CO), (x = 0.1) with
N,CPh, afforded a product with the n'-N-coordination of the
diazoalkane ligand — Cp,Ti(PMe3)(N2CPh) 9.3!

CH.
rl\l{, EtOC\\\/Me
/N (<N
(COIM—N_  Mn(CO) (CO);Fe——é>'/Fe(CO)3
G Y
39 0 111
/
Ph,C 40
y P y CPha
| |
%N /N\T
Ccp,Ti© ) C=0 =C% OTiC
P2 \1\’1 B ~Li A \N v P2
| Cp2 |
/ !
N BN
CPh, CPh,

41

Diazoalkanes are capable of being inserted not only in a
multiple M — CO bond in carbonyl complexes but alsoinaM=C
double bond in carbene complexes. The products are then either
ketazine complexes or a free ketazine (depending on the coordina-
tion capacity of the metal atom). The products of the interaction of
diazoalkanes with transition metal complexes can also be carbene
complexes (see Section I11, 2). Generalising these results, a number
of workers,101—-104 who observed the formation of ketazine com-
plexes and the decomposition of diazoalkanes into a ketazine
and nitrogen in the interaction of the diazoalkanes with transi-
tion metal complexes, proposed the following mechanism of this
interaction:

N
N
LM + R,.CN, — LM N ——
N, e
CR;
® ©
® o R,C=N=N:
—» L M=—CR; <> LLM—CR, ———»
CR.
® 7
— R,C=N=N: —» I,M—N p—,
2 \N
L,,M—'CR2 /
% ch/

L.M + R,CNCR,

retention of configuration

products with additional coordination .
Ketazine complexes have also been obtained by the direct

interaction of ketazines with transition metal complexes, usually
at elevated temperatures. 105

[(-OAC):PA(M?-N,C-Ar5CN'NC(Ar)-2-CsHy(4-OR)) |2
Ar’ = p-CsH(OR; R = Alk.

The decomposition reactions of diazoalkanes, catalysed by
transition metal complexes [for example, Pd(OAc)s '% and
Ni(C;2H1s) *¥] and proceeding with evolution of nitrogen, are

encountered fairly often and correspond to the very simple
mechanism

ML,
2N,CR; —» N, + R,CN,CR;.

There are several ways in which ketazines may be coordinated
in transition metal complexes. The n-(n2-N,C)-coordination
(type My) of one of the C=N bonds of the ketazine has been
proposed in studies at the beginning of the 1970s 2419 for the
complexes LM(R,C=NN=CRj) (M = Pt, Pd, Ni; L = RNC,
PR3 ; R’ = CF;). The interaction of nickelocene with NoC(CF3 ) 2
afforded the compound Cp2Ni(Ce F12N2) 42.192 1t is suggested
that complex 42 has the structure M. It is essential to note that
the structures M; and M, presented have not been elucidated by
objective methods.

/CR2 /CRz H
LM = LM 2 ;

SN - 4 CR.
i” I:I CRz szNi | 2
N \ Nt

i Y

CR, CR,—N
M, 42 (type M)

It has been established that in ketazine complexes whose
structure has been determined [these are in all cases the derivatives
N2C(CsHaR-p), , where R = H or Me} the transition metal atom is
always coordinated solely to one nitrogen atom of the ketazine
ligand. Three types of structures have been found:

(a) with n'-N-coordination (type M;)

Ar; Pt(CO)(n'-N-PhyCN,CPhy) (Ar = CeFs) 103 ;
(b) with n2-N,C-coordination (type M)

(CO)(PPhy)OsH [2-N,C-AryCN'NC(Ar')-2-CoHa(4-Mo)
AI'( = C6H4Me-p 104

ArP{(CO)(12-N,C-Ph,CN'NC(Ph) — CsHa-0)
Ar = C¢Fs 103

[(u—OAc)zI”d(nz-N, C—Ar'zCN'NC(Ar')-2-(‘36H3(4-OR))}z
Ar’ = C4H4OR-p; R = Alk. 105
A case has also been described where the ketazine ortho-metallated
at the benzene ring behaves as a bridging ligand, i.e. (R-OAc; ).

Pd; [ p-n?: 12-(-NC(Ph)-CgHj-0), ]:06
(©) with n2-m-coordination (type Ms)

Ar,Pt (Ph,C-n'-NNC(Ph)-1>-CsH3)
Ar = CsF 5. 103
Thermolysis of the latter afforded the platinum complex Ar,Pt.

In'-(C¢H4-0)-C(Ph)-n!-NNC(Ph)-n2-CsHs),' for which both
types of coordination were found simultaneously — M, and Ms.

R
CAT1) CAr //CAIIZ
Yt kel L.M~N
L.M=N L.M=—N \
\ \ N:
N: N A
/i / R Ar'C
AryC ArC
M; M. Ms

The structural parameters of a series of hydrazonate, alkyl-
diazene, carbohydrazonate, and ketazine complexes are presented
in Table 4.
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Table 4. Selected structural parameters of the hydrazonate, alkyldiazene, and ketazine complexes.

No. Complex Bond lengths/A Bond angles/deg Ref.
N-N N-C M-N-N N-N'-C
1n2-N,N’-Hydrazonate complexes
3 Cp*Me;Ti(n-O)TiMe(NMeN '=CPh,)Cp* 1.33 1.30 78 126 82
Cp* = CsMes 1.442
32a Cp2ZrMe(NMe— N'=CPh,) 1.34 1.31 80 132 83, 84
1.452
32b Cp2ZrR(NR — N'==C(CO,Et),) 1.30 1.31 75 132 84
R = CH;Ph 1.472
33a Cp; ZrCI{NH —N'=CPh;) 1.30 1.32 78 127 84
33a Cp; ZrCI(NH —N'=CPh,) 1.35 1.30 78 126 85
34 Cpz Zr{(NR' —=N' —PPh —), PPh] 1.34 1.282 83 126 86
R’ = CHCO,Et 1.34 1312 80 125
n3-N,N,N’-Hydrazonate complexes
35a  (p-H)Os3(CO)io (4-NH—N'=CPh;) 1.43 1.29 b 116 88
35a (u-H)O0s3(COY1o (u-NH—N'=CPh,) 1.39 1.27 117 117 89
116
35b (p-H)Os3(CO)1o (1-NH — N '=CPhMe) 1.42 1.28 117 118 89
114
Alkyldiazene complexes
37a CpW(CO)2(n!-N-N>CH3) 1.22 1.48 173 117 96
38 [Mn(CO)41s (ps-N,N,N'-N2 CHs) 1.22 1.57 146 112 54,97
120
107
Carbohydrazonate complexes
39 (CO)sMn( -N,N',C-OCNN'CH; )Mn(CO)4 1.39 1.28 124 54
40 Fe,(CO)[Ph,CNNC(0O)C(Me)C(OEL)] 1.44 1.27 126 b 100
1.418 120
41 (Cp2Ti); (Ph2CN,C(O)N,CPh; )2 1.38 1.31 119 114 12
1.39 1.27 119 114
Ketazine complexes
M, (CO), (PPh3) (l)sH[nz-N,C-Ar'ZCN 'NC(Ar ’)-2—C|:5H3 (4-Me)] 1.41 1.27 118 120 104
Ar' = CgHsMe-p 1.302

a The N—C bond length is indicated. ® The value of the angle is not quoted.

4. Reactions with formation of other complexes

It was shown above that the diazoalkane complexes can be
obtained from complexes containing coordinated molecular
nitrogen. 40—3° However, there have also been cases where the
opposite process— the cleavage of the diazoalkane in the
coordination sphere of the metal and the coordination of the
nitrogen thus produced (type N) — was observed in the interaction
of diazoalkanes with transition metal complexes, !07-108

(ON%)Os(CI)(PPhs); + IC(N;)COEt —>

— EtOzCCH=IiI*-—Os(N2)(C1)2(PPh3)2

OH N
[Ru(NHy)s(,0)]2+ NCHOOEL

—> [RuqNH3)s(N2)** + (-No)[RuNHs)s]5"

These reactions are interesting because cleavage of the
diazoalkane by transition metal complexes is accompanied much
more frequently by the formation of the products of the
interaction of the given metal complex with the carbene generated
and the evolution of gaseous nitrogen (Section III. 2).

II1. Complexes with the ligand coordinated
through a carbon atom

1. Reactions involving the substitution of a-hydrogen or
transmetallation with formation of a-diazoalkane complexes
The coordination of a diazoalkane to a transition metal atom
through the carbon atom attached to the diazo-group has been
demonstrated only for those complexes in which the metal
complex fragment (ML,) is present as one (type O) or both
(type P) substituents at the given carbon atom:

~R Q
L,.M—C§ I?I :N§ ®
>R NS R
N: /C—-M—C\ [
0] R Ln \N\ (=]
0;
R
~, re
@ /C—M—'C§lq\;I
NP " ~R
LM ML, - "
AN C/ 0,

L Y
o @
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Table 5. Structural parameters of a-metallated diazoalkane complexes and free diazoalkanes.

Complex Bond lengths/A Bond angles/deg Ref.
N-N’ N'—C M-N-N' N-N'-C

Free diazoalkanes 1.12-1.13 1.28-1.32 — - 61, 62

(PMe;);sMelRh[C(N; )SiMes ] 1.09 1.30 119 175 114

(PPhs)» CIP4[C(N) CO2Et] 1.16 1.28 122 177 112, 113

(PBu; ),PA[C(N) CO, Et], 1.13 1.28 120 176 113

a-C-metallated diazoalkane derivatives of Group IB and IIB
elements —silver,'% mercury,!'%1!! zinc, and cadmium "' —
have been fairly widely investigated. They have been synthesised
directly from the corresponding inorganic compounds of the
above metals and diazoalkanes. The compounds obtained can be
used in the synthesis of substituted diazoalkanes.
_@2_» M2CN2
MX

—HX | N.CHR
L

MCN2)R

M = Ag; X = 10.
M = RHg; X = NR;, OR.

NCH
R ielr S MCN,

MX X

(NCHR L M[cavaR]:

M=Hg X= NRz,%O, OR.
M = Zn,Cd; X = NR;.

— R X R—C(N;)CO,Et

[ 12BN X C(N2)CO,E

Ag—C(N;)CO;Et

X =1,Br.

a-Metallated diazoalkane complexes of palladium,!'? 13
rhodium,''# 113 yttrium, lutetium, and ytterbium !¢ (type O,) are
also known. They were obtained via a transmetallation reaction:

!
L.M—Cl —M_CM—(I,”IC’:R—> LM~CL o
o
SR
04

L,M = Pd(Hal)(PR4);; M’ = Li, Hg; R = CO,Et, COMe, Ph.
L.M = Rh(PMes)s; M’ = Li; R = SiMes, P(NR2)S, PONR5), .
L.M = YCp;, LuCp3, YbCp;; M' = Li; R = SiMe;.

Type O, palladium complexes (PR) ; Pd[C (N)R] ; have been
synthesised in a similar way. ''® Owing to the hindered rotation
about the Pd —C bond in this complex, the conformational anti-
and syn-isomers Q5 and OJ were found to be present.

The IR spectra of the a-metallated diazoalkane complexes
show a bathochromic shift of the absorption band due to the venn
vibrations by 0— 100 cm—! relative to its position in the spectra of
the free diazoalkanes. This finding is consistent with the observed
lengthening of the N— N bond (Table 5). On the other hand, the
C—N bond in a-metallated diazoalkane complexes is shorter
than in the free diazoalkanes.

2. Reactions with evolution of nitrogen and the formation of
carbene complexes

Apart from the coordination of the diazoalkane, the mono- and
bi-metallic transition metal complexes can promote the cleavage
of the diazoalkane with evolution of nitrogen and the formation of
a carbene as an intermediate. It has been suggested that this stage

of the interaction of the diazoalkane with the transition metal
complex proceeds via a four-membered (type D) metallocycle in
the case of monometallic complexes and a five-membered (type H)
metallocycle in the case of bimetallic complexes.

&
N.CR P\
L DR NG | — o [LMe—:CRs ]
Nyt | N
CR;
D
N,CR, N
S
LM=ML, ——> | N5 CR:| —=> [(LM)=—CR;]
L.M—ML,
H

The intermediate coordinated carbene enters into subsequent
reactions. The structure of the final product depends both on the
nature of the diazoalkane itself and on the coordination capacities
of the ‘carbene’ complexes mentioned above, on the presence in
the latter of other highly reactive bonds, and also on the presence
of other reactive substrates in the reaction mixture.

The reactions of transition metal complexes with the carbenes
formed as a result of the interaction of the complexes with
diazoalkanes will be examined here only to an extent sufficient to
emphasise the principal features of these reactions. Since there are
excellent reviews on this topic,3 47 embracing the literature up to
1983, only specific studies carried out mainly since 1983 will be
referred to.

a, The addition of the carbene to transition metal complexes

The simplest version of the reaction between transition metal
complexes and the carbenes generated involves the addition of the
latter either to a coordinatively unsaturated momnometallic
complex [or the substitution of another readily eliminated
ligand Y with formation of carbene complexes (type Q)] or its
addition to the metal —metal bond of a dinuclear complex with
formation of methylene or other bridged complexes (Type R).

N;CR,
LM —2R—
—» L,,M=CR2
N2CR,

LMY —& v Q
L.M—ML, R R
" " N,2CR3 \ =

L.M=ML, N C
— e /\

L.M=ML, L,M---ML,
R

For example, the complex (PPh3)3(NO)ClOs(=CH,) has
been obtained by the reaction of (PPhs);(NO)CIOs with
N>CH,,'""” while the interaction of the molybdenum and
tungsten complexes M(N3) 2 (dppe) » 16b with N,CHS 25 leads to
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the formation of M(CH,) 2 (dppe) 2. The products 15b, 43, and 44
have been synthesised by the reaction of Cp’Mn(CO),(THF) 45

(Cp’ = CsHs, CsHsMe) with diazoalkanes (Scheme 1).3.34.118

Scheme 1
Cp'Mn(CO),(THF)

45

N,CR'R”

l N

l—Nz

CP(COMn—N=N - R K
15b '
R’ = R" = COAEt \ Cp’(CO)zMr{—\Mn(COth'
Cp'(CO)Mn=CR'R" 4
3 R =R"=

R’ = Ar; R” = various groups.

A multiplicity of various compounds have been obtained by
the reaction of CpyMox(CO)4 46 (Cp’ = CsHs, CsH4Me, CsMes)
with diazoalkanes.5® The carbene complex 18, the methylene-
bridged complexes 24 and 47, and the o,n-bridged complexes 20
and 48 have been synthesised apart from the p-n':n!-N,N-
bridged diazoalkane complexes 18, 24, and 28, the p-n':n3-
N,N,N'-bridged diazoalkane complex 23, and the p-n':n2-
N,N',0-bridged diazoalkane complex 30 [Sic. Ed. possibly 29 is
intended] (Scheme 2).

It is seen from Schemes 1 and 2 that the cleavage of the
diazoalkane into nitrogen and a carbene is more likely when the
carbon atom of the diazoalkane is more accessible (N2CH3) or
when the substituents R’ and R” in N>CR'R” are capable of
stabilising the intermediate carbene.

The cleavage of the diazoalkane and the formation of new
bridging ligands are almost always observed in the interaction of
diazoalkanes with dinuclear complexes of Group VIII transition
metals (Cp’ MX), 49 (M = Fe, Ru, Co, Rh, Ni)347.66,119-125
containing a metal —metal double bond. If the substituents R’ and
R” are relatively bulky (for example Ar), then complex 50 with
three bridging ligands obtained initially is usually the final
product. If the groups R’ and R” are small (H, n-alkyl), then the
isomer 50", in which the ligands X (NO, CO) are terminal, is more
stable. Thermodynamic equilibrium is observed between the two
isomers. On heating they can both lose one molecule of X,
affording complex 51, which can react with yet another equivalent
of N,CH;, forming thereby complex 52 with two methylene
bridging ligands.

Cp'(CO)RMo=Mo(CO),Cp’
46

|

. N , N,CR'R" , /CQIR” A
CIMME x> CoN MG
X" X
49 50/
M = Fe, Ru; X = NO. ) on
M = Co,Rh; X = CO. R,R'—buky | _
Cp' = CsHs, CsHaMe, CsMes. substituents
CRIRN
MO
CPM—MCp’ —x-
4/ = -X
X X
50”
R/, R” — small
substituents
CR'R” CR'R”
/N N:CH, N
—» Cp'M==MCyp' - Cp’M—MCp’
./ — N2 \‘%__—
X" CH;
51 52

If the diazoacetic acid esters are used in the given reaction with
cobalt complexes,* then at a reduced temperature it is possible to
obtain complexes 53 with the bridging p-n! : n'-C,0-coordination
of the carbene and, when a-diazoketones are introduced into the
reaction with rhodium complexes, then more complex products 54
are formed at an elevated temperature. 12!

cO
CIJC"/ \,,on N,CHCO;R, —90 °C_
N4 N2
CcO
49

(I)R
C
0.‘/’ \,C/H H\C.e‘COzR
— Cpéo__—(j?on B CpCé/-—\C?Cp
ol o ocC co
50/[
53

Scheme 2

2N2CH;£—N2 NoFId | —N;
SR

Cp'(CO)Ma Mo(CO).Cp’
\* Cp'(CO)::Mo

CH:

24
Cp'(CO):Mo—Mo(CO)Cy’

47

N2C5H4 l —Nz

Mo(CO)Cp’

| 43
N @ e\\

NzCAr, A | =N

CAr
/ 2

Ar |
~c N

N:CAr;

di
Cp'(C0):2Mo—Mo(CO),Cp’ —<o Cp’(CO);Mo—lTIIon’

20 CAr;
18




Reactions of diazoalkanes with transition metal complexes

209

CcO R"C(N;)C*O*)R’, 25 °C
CoRIESRhcy R:R" = RALCOR)
N /7 —N:
CcO
49

R’ C*O"R'

\C'.‘\\ lx \ /R'

2
—> CHRE—RICp

oc ‘co
50" 54

._>C

Certain carbene ligands may be coordinated in different ways
in bimetallic complexes. For example, both p-n': n!- coordina-
tion (type Ro,s) in [CpFe(p-NO)] 2( u-CsHa), [Cp*Co(p-CO)lz.
{p-CsCls) and in all the fluorene complexes and p-n':n’-
coordination (type Ro,x) in the dimeric complexes Cpa(CO)s.
Mo, (p-CsHy) and [Cp*Co (u-CO)] 2 ( p-CsHy) have been found
for the cyclopentadienylidene ligand. 3-126.127

[

N
o

L.M—ML,
Ru,u

L.M——ML,
Ro,n

It has been found that certain carbene complexes obtained
from a-diazoketones may rearrange with formation of n-ketene
complexes. 3

Instead of diazoalkanes, their precursors — hydrazones (in the
presence of MnQ,) or N-alkyl-N-nitrosoureas —have been used
successfuily in the synthesis of carbene and related complexes. 124

Bridged methylene complexes have also been synthesised by
inserting diazoalkanes in the Pt—Pt bond in a platinum
complex 128 or by substituting the bridging groups NCMe in
an osmium complex '?* and CO in a palladium complex. 130

b. Insertion of the carbene in the metal —ligand bond
Another version of the interaction of transition metal complexes
with carbenes generated from diazoalkanes involves the insertion
of the carbenes in metal —ligand bonds. These reactions usually
take place at reduced temperatures — under conditions where the
diazoalkanes themselves are stable. However, certain reactions
require either elevated temperatures or UV irradiation, i.e. condi-
tions under which the diazoalkanes themselves decompose,
forming carbenes initially.!3! It is at present impossible to draw a
clear-cut boundary between the thermal or photolytic decom-
position of diazoalkanes and their decomposition on interaction
with transition metal complexes.

Since the M — H bond belongs to the class of the most reactive
M —L bonds, it is to be expected that the carbene may be inserted
in this bond too. This results in the formation of alkyl complexes

(type S).
R'R" H
L.M—H Nzil L,,M( L,M—CHR'R"
N ScrR'R” S

Thus the reactions of Cp,Zr(H)Cl with N,CH,73 and of
{CO)sMnH and CI(PEt3),PtH with N,C(CF3), 132.133 afforded
the corresponding alkyl complexes. One of the complexes of this
type, namely Fp— CH(CF3) 2, where Fp = Cp(CO),Fe, has been
synthesised quite unexpectedly in the reaction of Fp, with
N2C(CF3); in THF.3* The solvent served as the source of
hydrogen in this process.

The interaction of molybdenum and tungsten hydride com-
plexes Cp(CO)sMH 55 with diazoalkanes®’ leads to a mixture
of products of the insertion of the diazoalkanes (compounds 56)
and carbenes (compounds 57) in M —H bonds. The ratio of the

alkyldiazene complex 56 (type J ) and the alkyl complex 57 (type S)
depends on the nature of the substituents R’ and R” in the
diazoalkane.

Cp(CO)M—H + NCR'R" —»

55
———» Cp(CO);M==Nz==
—-CO CHRIRII
56 (J)
— M = Mo, W; R, R" = H, CO;R
M =W; R = Me; R" = H, Me
T Cp(CO);M—CHR'R"
57(8)
M = Mo, W; R'=H; R’ = H, Ar.
M =W; R’ =Me; R" =H,Me.

The insertion of the carbene has been observed also in
metal —carbon multiple bonds. For example, the carbene complex
of iridium 58 gives rise to the ethylene complex 59 (type T) on
interaction with diazomethane, '3* When an excess of N,CHj is
used, the process proceeds as catalytic decomposition of the latter
into nitrogen and ethylene.

N.
z (PPh3)2(CO)ClIr=CH,
s N.CH,
N.CH,
CH, N,
(PPh3)2(CO)Cilr=—]||
CH2=CH2 59 C 2

Diazomethane diluted with an inert gas decomposes similarly
on the surfaces of transition metals (Ni, Pd, Fe, Co, Ru, Cu),'3¢
which resuits in the formation of ethylene and nitrogen, while its
reaction in a mixture with hydrogen affords a mixture of alkanes.
A reaction mechanism involving the formation of carbenes
coordinated on the surfaces of metals has been proposed 135 and
the reaction has been compared with the Fischer —Tropsch
reaction.

The interaction of the dinuclear iron complex 60,36
containing a =n-bound alkyne, with diazomethane leads to
the butadiene complex 61.

R
c—R _C CH
4 HCKNA 2
£ NCH. /
(CO)F&—Fe(CO); &T’Mi- (COFE—Fe(CO);
PPh, PPh,
60 61

A similar reaction has been described also for a trinuclear
ruthenium complex.37

If the reaction of the rhodium complex [Cp'Rh(u-CO)],
(Rh=Rh) 49 (Cp' = CsMes) described above is carried out with
diazodimedone (R'C*(O*)C(N,)R”, where R’ = R =Ph or
R'—R"” = —CH,; CMe, CH, CO—) *12! or benzoylphenyldiazo-
methane, it is possible to obtain more involved complexes 62 and
63, which are the products of the insertion of the carbene in the
Rh—CO bond. The insertion of the carbene formed from
diazomalonate in the Co—CO bond of the monomeric analogue
of complex 49,37 leading to complex 64 (type U) with additional
coordination of the oxygen atom of the carboxy-group, has also
been described.
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o* R
I
! " "
NS ~o S
™~/ =
Cp'Rh;—/=RhCp’ Cp'Rh —/Rth’
o¢ "Co 62 co 63
R =R" =Ph R'—R" = C(O)CH;CMe;CH.
AON.._OR
CpCoy” e
(
V4 \
o CO:R 64 R = Me,Et

The synthesis of the m2-C,C-ketene complex Cp'Mn(CO),.
[C(O)—CRz] (CR3 = 9-anthron-10-ylidene) (type V) from
Cp'Mn(CO); and N,CR; catalysed by the complex CpMn.
.(CO)3(THF) can serve as the next example of the reaction
involving the insertion of the carbene in the M—CQ bond.3

The insertion of the carbene generated from N,C(CF3), in
metal - halogen bonds has been described 2* for the platinum and
palladium complexes (PhCN);MCl,. The complex (PhCN),.
.M[C(CF3), Cl], (type W) is then formed. The carbenes obtained
from substituted diazocyclopentadienes are readily inserted in
metal —halogen bonds. The reaction leads to the formation of
halo-substituted 5-cyclopentadienyl complexes (W,).> The
reactions proceed tentatively via the formation of n'-cyclo-
pentadienyl complexes (W), which were successfully detected in
some cases [ML, = Mn(CO);; X =C], Br; Y =Cl].

NLCsY,
L(CO):M—X —’(;j—“»
—=IN2
y X
Y X Y ALY
—_— / _
Y “, -2CO
M Ln(CO)2 Y
ML,
W W
T

ML, = Mn(CO);, Re(CO)3, Fe(CO),X, Rhl,;
X = Cl, Br, I; CsY4 = CsHy, CsXy4, indenyl.

The insertion of carbenes obtained from various diazoalkanes
in the Co—S and Rh—S bonds has also been observed. 138

c. Reactions of the carbenes with other reactive substrates
The carbenes generated from diazoalkanes can react with other
reactive substrates in the reaction mixture. In such cases, the
transition metal complexes behave as catalysts of the reactions.
There is in fact a large amount of information in the literature
about reactions of this kind and reviews on this topic have
appeared regularly (for example those of Hegedus '* and Shapiro
et al. 140) and they will therefore not be described in this review.
We shall only note that among these processes the greatest
importance attaches to the reactions of diazoalkanes with alkenes
catalysed by transition metal complexes, which lead to the
formation of cyclopropanes 65 '3 or substituted alkenes 66. 2%-37

CO;R
R R Rh.
\__/ + N;CHCO;R RboXa R\A/R
65

[RhCI(CHL),):
_

R
s

—/ + NoCAr Ar,C=C

_./ 2 2 2 \CH2R

66

IV. Reactions of diazoalkane complexes

Diazoalkane complexes, i.e. complexes with coordinated diazo-
alkanes of types B, C, E, F, and O, are of undoubted theoretical
interest as an individual class of compounds. In this sense, they
have been thoroughly characterised structurally: their parameters
differ from those of the free diazoalkanes. However, in order
to obtain exhaustive information about such complexes, it is
essential to know to what extent the coordination to the transi-
tion metal atom promotes a change in the electron density and
polarity of the bonds and hence a change in the reactivity of the
coordinated diazoalkane ligands compared with the free diazo-
alkanes.

There have been few studies on the reactions of diazoalkane
complexes of transition metals and they have almost all been
carried out during the last decade. The diazoalkane complexes
obtained were usually introduced into other reactions. Hitherto
there have been no systematic studies on the reactions of
diazoalkane complexes.

The available information about the reactions of diazoalkane
complexes can be divided into two groups: studies involving
the investigation of the products of the thermolysis of diazo-
alkane complexes and studies on the interaction of diazoalkane
complexes with different classes of reagents.

1. Thermolysis of diazoalkane complexes
The majority of diazoalkane complexes have a limited thermal
stability. When they are heated, nitrogen is usually evolved and it
has been assumed tentatively that a carbene is formed and
interacts with the initial complex. In principle, these are the
products which have been obtained by the reaction of diazo-
alkanes with transition metal complexes (see Section III1.2).
The difference is insignificant and in essence consists only in the
fact that some diazoalkane complexes decompose even below
room temperature, whilst others are stable under these conditions.
When the product of the reaction of the carbene with the initial
complex is formed directly (sometimes at reduced temperatures),
it is possible to detect diazo-complexes, which are converted into
more stable products on slight heating. ¢

The thermolysis of diazoalkane complexes proceeds mainly in
three ways. In the first, simplest version of the thermolysis, the
evolution of nitrogen and the formation of carbene (type Q) or
bridged methylene (type R) complexes is observed, while in the
case of a-metallated diazoalkane complexes (type O) carbyne
complexes are obtained (type Y).

L,M(N:CR5) _—f%» L.M<:CR; —* L,M=CR,
B,C 0
CR,
(LM):(N:CRs) —f=> (L,M)r—:CR, —> LM—ML,
EF R
LM-G—R —*> LM—C—R —= LM=C—R
Na Y
o

For example, the carbene complex [Cp(CO):Mol2 (p-CPhy)
20 has been synthesised from [Cp(CO) 2 Mo} (p-N; CPh;) 28a,5°
while the complex (PEt3);Pd(CCOEt), has been obtained from
(PEt;;)de [C(Nz) COzEt] 2. 13

Together with the hydrazone HoNN=CPh,, the complex
Cp2 (C1)Zr(n2-NH — N = CPh;) 33a 7 gave rise to its dispropor-
tionation products—molecular nitrogen, Cp,ZrCl>, and the
carbene complex [Cp>Zr(p-CPhy)]a.

The second type of thermolysis occurs when the initial
transition metal complex is insufficiently reactive in relation to
the carbene or it does not form a sufficiently strong bond with
the lattice. The formation of the corresponding ketazine is then
observed. Ketazines are the main products of the thermolysis '%4
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and photolysis '?! of the diazoalkanes themselves. In the case of
a-metallated diazoalkane type O complexes, quantitative evolu-
tion of nitrogen is observed and the corresponding acetylenes are
formed. Alkenes and alkanes may be obtained as side products
in the first reaction and alkenes in the second.

L,.M(N,CR:
L.M(N2CR) —%» L,M<—:CR, LMMN:CR;)
B,C

— LM + R;C=N—N=CR;
(+ R,C=CR; + RHC—CHR;)

LM|C R
LM—C—R —>—» LM—C—R LMCaaR]
I N v e
N2
o

—» LM + R—C=C—R ( +RHC =CHR)

For example, diphenylacetylene with an admixture of stilbene
has been synthesised from the complex (PEt3),Pd[C(N)Ph],, 3
while thermolysis of (Bu'NC).Ni(N,Fld) 2 in the presence of
phosphine 1° afforded fluorenone azine and (Bu‘NC),Ni(PPhs),
as the main products. The formation of the products of the
coupling of the carbenes to other reactive ligands is possible.
For example, thermolysis of the nickel complexes (Bu'NC),.
Ni(N2CR;) [CR; = Fld, CPh;, C(CN);] without phosphine
afforded a mixture of the corresponding azine and the ketene
imine (R,C=C=N-Bu!).>1® For CR, = CPh; or C(CN),,
the latter gives rise to the complex (Bu'NC);Ni(n2-N,C-(But).
N=C=CR3).

Ketazines have been obtained in the reaction of diazoalkane
complexes 32122 and 33 85 of the oxophilic early transition metals
(Nb and Zr) with atmospheric oxygen. Oxidation of the niobium
complexes 3 results in the formation also of the free diazoalkanes.

O

Cp2Z1(Cl)(HNNCPhAr)
33
—> [CpsziCI}20 + Nz + ArPhC=N—N=CPhAr

02

CpaNb(H)(N2CPhAT)
3
— (Cp:Nb0O), + N; + ArPhC=N—N=CPhAr + N,CPhAr

The third type of thermolysis comprises special cases where
moderate heating can result in rearrangements or other
structural changes in the molecules of the diazoalkane com-
plexes. Thus the N—N bond is ruptured in the bridged
diazopropane complexes 23a of molybdenum %’ and tungsten &
and in the p-alkylideneaminometal isocyanate complex 67.

Me2C

X
N>N
/ \\ M = Mo, 110 °C
* *
Cp (CO)zM\ /M(CO)Cp M= W_80°C
C
o
23a
CMe
/.
/N
— Cp*(CO)zM—l\l/I(CO)Cp*
N
A\
RN
67 o)

Cp" = CsMes.

The same process has been described also for a tungsten
complex of diazocyclopentadiene,®! but it occurs already at
—10 °C. The molybdenum bimetallic complex 67 Cp*(CO),Mo.
.(p-m': n2-N CH,) (u-CH, ) Mo(CO) ,Cp* of a similar type loses
one CO molecule on heating and isomerises to the complex
Cp* (CO)2Mo(p-n':m'-N=CH ;)Mo (n'-N =CH,) (CO), Cp*
containing two different alkylideneamino-groups.

In a crystal the M — N — N fragments of the n!-N-diazoalkane
ligands (Table 1) are usually almost linear (the M—-N-—-N
and N—-N-C angles are 153°-177° and 117°-—151°
respectively). However, reactions have been discovered in
which the M —N—N—C fragment is distorted, which promotes
the intramolecular interaction of the reactive bonds of the CR,
group with metallic or other reaction centres in the molecule of
the complex. For example, when the diphenyldiazomethane
complex of tungsten 13a is heated, the metal is inserted ina C—H
bond of the benzene ring of the diazoalkane.!” This reaction
results in the formation of the product 68 containing a
metalpyridazine ring.

SiMe;
| CHiSiMe;

S CHzSiMB3 A

(Me;SlCHg)ZW w\N s
Xc \
| N\
SiMe; I]I
13a CPh,
Me;Si N.
| Ncph

1 |IIlICH2SiM63

- (Me:SiCHz)zW\\C/W """"

SiMe;
68

Whereas the interaction of Cp,NbH3 4a with N,C(Ph).
.(C¢H4Br-0) at room temperature results in the formation of the
n'-N-diazoalkane complex 3b, moderate heating of complex 4a
with an excess of the same diazoalkane afforded the bisindazole
complex 69.22

CpaNbH; NzC(Pl12)5(¢:—g6H4Br)
4a
—»  CpaNb(H)NNC(Ph)(o-CsH,Br) %
3b
~— Cp,Nb N
N Ph 69

2

In the interaction of compound 4a with ethyl diazoacetate, the
unstable n'-N-diazoalkane complex 3¢ is formed initially and is
then slowly converted into complex 26 substituted in the Cp

ring.22.73
szNbH3 CO,Et
4a I
lNzCHCOzEt
\\N
Cp2Nb(H)NNCHCO,Et Nb\/Nb
R
Ny
c
COzEt
26
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Thermolysis of the complex (PPh;);Clr[N2C(COPh);]
afforded 40 the products of the ortho-metallation of the benzene
ring of both the dibenzoyldiazomethane ligand and the triphenyl-
phosphine ligand.

It has been found that, when the iridium complex (PPri),.
.CIH,Ir(N,CPh; ) is heated,?? a reaction which is the opposite of
its formation reaction takes place—diphenyldiazomethane
and the coordinatively unsaturated complex IrH,CI(PPri),
are formed.

When the hydrazonate complex Oss(p-H) (CO)10 (p-1>-NH —
N =CMe, ) obtained from Os3(u-H)2 (CO)10 and diazopropane is
heated, it loses nitrogen and the ‘carbene’, reforming the cluster
Os3(u-H)2(CO)o0 ¥

Photolytic reactions can sometimes lead to products related to
the thermolysis product. As already stated above, diazoalkanes
themselves usually afford ketazines in both these reactions.
Unfortunately, special studies of the effect of UV radiation have
been scarcely performed.

So far as we are aware, only one case of photolytic decom-
position has been described in the literature, namely that of the
diazoalkane complex3® (PPr3);Melr(N2CPh;), the product of
which is the complex (PPri),Melr(N,) with coordinated
molecular nitrogen (structural type N).

2. Interaction of diazoalkane complexes with electrophiles
In order to account for the reactions of diazoalkanes coordinated
to transition metal atoms with other reagents, it is necessary to
analyse the distribution of electron density in this diazo-ligand.
Schwartz and coworkers, 17-77:142 claim, on the basis of reactions
with the ‘metalloazine’ complexes of zirconium, that these
compounds are exceptionally easily subjected to electrophilic
attack on the carbon atom, i.e. a characteristic feature of the
diazoalkane fragment in relation to this carbon atom is the
repolarisation (‘umpolung’) of the quasi-carbonyl group of which
it is a derivative.

As a consequence of the attack by a proton on the carbon
atom of the diazo-group, the diazoalkanes themselves lose
nitrogen in the reaction with protic acids 43 and give rise to a
carbonium ion, which may be stabilised as a result of reactions
with a nucleophile X and a diazoalkane, rearrangement, or
deprotonation. Thus the decomposition of diazoalkanes in an
acid medium can afford different products depending on the
nature of the substituents R in the diazoalkane and the nucleophile
present.

H
., ® 8 REQ o +H® [
=N= - —N= —= R—C— -
_C=N=N: R/C N=N: — R (|I N> -
R
H
x®© I
> R—-(IZ—X
R
. R—C/ __|RCNy R\C=C/
~ R “R
| » rearrangement
L———> alkenes
—H

The protonation of the coordinated diazoalkanes can be
directed both to the carbon atom and to the terminal nitrogen
atom, while on treatment with a stoichiometric amount of acid the
protonation products obtained initially (products of type J and K)
are usually stable. Only on interaction with an excess of acid does
the diazoalkane ligand decompose with formation of organic
compounds.

L,M=N—N=CR'R”

C-attack I HX N-attack

! }

[ L.,M=N=N—CHR'R"]* X~ L,.I\I'I—NH—N=CR'R”

J X K

|
Fx

products of the dissociation of the M — N(N —C) bonds

The above hypothesis concerning the direction of electrophilic
attack on a carbon atom of the coordinated diazoalkane in the
reaction with acids was confirmed directly in only one case—
in the reaction of [Rh;(u-Nz CHCO:Et) (CO)2(dppm),] with
HBF,4,’6 which leads to the formation of the cationic alkyl-
diazene complex [Rh; (u-N2CH>CO;Et)(CO), (dppm),]BF4. The
reaction is reversible—the initial diazoacetate complex was
obtained on interaction with EtONa.

The interaction with HBF, resulted in the conversion of the
related diazomalonate complex [Rhy(p-N2C(CO2Et)2)(CO)2.
.(dppm),] into [Rhz(n-H)(CO)z(dppm), JBF4.7

In the remaining cases described, the site of attack by the
proton is not a carbon atom but the terminal nitrogen atom of the
diazo-group. The diazoalkane then undergoes a formal trans-
formation from a hydrazonato(2-)-ligand (type C) into a hydro-
azonato(1-)-ligand (type K). Overall, the reaction with one
equivalent of hydrogen halide proceeds as addition of HX to the
metal —nitrogen bond. For example, the diazoalkanetungsten
complex 1lc reacts with one equivalent of HBr via this
mechanism. 42

[(PMesPh);BrW=N—N=CMe,] —2"-E20

11c

— [(PMezPh)3Br3W——NH—N=CMe2]

A mixture of products containing WBr4(PMe;Ph)2 (65%),
hydrazine, and acetone ketazine (25% —30%) was obtained by
reaction with HBr. The cationic complex [WBr(N,CH,).
.(dppe)2]* Br— does not react with HBr at all.#” The interaction
of another tungsten complex 1a with an excess of HBr afforded 3
the product of the addition of two HBr molecules (compound 70),
which slowly decomposed with formation of a hydrazone.

excess of HBr

(MezNCS;)2(CO)W(=N—N=CHAr) =

1a
—> (Me;NCS),BroW(N.H.CHAr) —>
70
—» (Me;NCS),WBr, + ArCH==NNH;

Ar = C¢HsMe-p.
In the interaction of the iridium complex 8b with HCI, the
oxidative addition of hydrogen chloride takes place initially and

is followed by a shift of the proton with a rearrangement of the
coordination sphere. 26

HCI

(PPhy),Clir[N2C(COPh),] —— H
8b N/
N~ MrClL(PPhs)
—» (PPhy);CLHIf[N,C(COPh),] —> I I
Cy, 20
Ph¢” C

I I
O Ph
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The complete decomposition of the diazoalkane coordinated
to a transition metal atom has been described!? for diazoalkane
complexes 71 of vanadocene.

excess of HCI
- >

szV(NzCRI R") N,

!
— Cp,VCl; + R"R'CHCI + R"R'CH—CHR'R"

The interaction of the dinuclear diazoalkane complex 25b
with Et30* BF; (or Etl),”” which resulted in the formation of a
N-alkylated hydrazone 72 and a N- and C-alkylated hydrazone 73
(in approximately equal amounts), is an example of the reactions
of diazoalkane complexes with aprotic electrophiles.

Et;0+BFj
[CpaZr (n-N2CHPH) 2 ——
25b
Ph H Ph H
-~ e
—  >=N—N +  >=N—N
H SEt Bt SEt
72 73

Free diazoalkanes are known to decompose on treatment
with the halogens,'4? producing nitrogen and geminal dihalo-
alkanes. On the other hand, the interaction of the molybdenum
and tungsten complexes (R;NCS>) (CO)M(N2CHAr) (1a) (Ar =
CsH4Me-p) with an equimolar amount of chlorine or bromine 3°
entails the exchange of CO for halogen atoms and the formation of
the complex (RaNCS;); XoM(N2 CHAr).

Among other electrophiles, carbonyl compounds have been
investigated in the reactions with diazoalkane complexes.
Their interaction with the free diazoalkanes usually leads to
the formation of the product of the insertion of the carbene,!40
obtained from the diazoalkane, in the C—CO bond or the
products of the addition of the carbene to the C=0 bond.
The diazoalkane fragment in the zirconium complex 25b behaves
as both a N- and a C-nucleophile in reactions with various
aldehydes and ketones,!?-77: 142 which results in the formation of
a mixture of the alkene 74 and the ketazine 75 in a nearly
equimolar ratio.

;)c=o
[CpaZr (w-N,CHPY)], ——
25b
Ph R Ph R
—_— >:: + N; + >=N—N=’:\ + ‘CpZtO’
H R/ H R
74 75

It has been observed that the enhanced electron-accepting
nature of the carbonyl compounds promotes the formation of
alkenes, whilst the use of substituted derivatives (steric factor)
promotes the formation of ketazines. If the benzene ring in the
diazoalkane fragment in complex 25b is substituted, the rate of
the second-order reaction increases with enhancement of the
electron-donating nature of the substituent in the para-position
in the benzene ring. Two mechanisms have been proposed 17-77- 142
for the formation of alkenes and ketazines. They both involve the
formation of an intermediate as a result of the coordination of
the oxygen atom of the carbonyl compound to the oxophilic
zirconium atom and the formation of a bond between the carbonyl
carbon atom and the diazoalkane (with either a C- or N-nucleo-
phile). This reaction is an analogue of the Wittig reaction and
is synthetically valuable because the diazoalkane complex
has also been obtained from a carbonyl compound.

In contrast to the free diazoalkanes, the diazo-ligands are
resistant to the action of mild electrophiles such as alkyl halides.

For example, the interaction of the niobium complex Cp>Nb(H).
.(N,CPhAr) 3 with various alkyl and aryl halides involves only
the substitution of the hydride atom by the halogen, which leads
to the formation of the complexes Cp>Nb(X)(N.CPhAr) 10
X = Cl, Br, I).

3. Interaction of diazoalkane complexes with nucleophiles
Although free diazoalkanes are relatively stable in a neutral or
alkaline medium, the diazoalkane complexes are appreciably
more sensitive to the action of bases and nucleophiles. The attack
by the nucleophile in such a reaction is usually directed to a
carbon atom of the coordinated diazoalkane and leads to the
formation of alkyldiazene complexes (type J).46

AN -
L,Mz==N=N=CR'R" + X —> L,M==N==N—CXR'R”
J

Reactions of this type have been observed for 4-electron-
donating diazoalkane complexes of tungsten and molyb-
denum. 2-40,42.46,47.49, 144 The polarisation of the carbon atom
of the diazoalkane fragment in such a reaction must be the
opposite to that observed in reactions with electrophiles. On this
basis, one may postulate that either the reactivities of 2- and
4-electron-donating diazoalkane ligands differ very greatly or
that the diazoalkane fragment in the diazo-complexes is not
markedly polar and is capable of becoming adjusted to the
reagent introduced.

The neutral methyldiazene complex 76a, the ethyldiazene
complex 76b, and the benzyldiazene complex 76c have been
obtained from the cationic diazomethanetungsten complex 12d
by its reaction with the corresponding nucleophiles. 4749

DA, [(dppe):BrW(N2CHy))
T6a
[(@ppe) sBEW(NCHL)| * — 12 s [(dppe)sBrW(N,CHACH)]
124 76b
PhLi [(dppe);BrW(N:CH,Ph)]
T6c

The analogous diazopropanetungsten complex 12a46 and
diazobutanoltungsten complex 12b*® [(dppe),BrW(N,CR'R")]*
[R"=R" = Me; R’ = H, R” = (CH,);0H | react with LiAlH4 to
form the alkyldiazene complexes [(dppe),BrW(N,CHR'R")].

On treatment with LiAlH4, the neutral diazoalkane com-
plexes [(PMeyPh);Br,W(N,CR'R")] 1lcd [R' =R” = Me;
R'—R" = (CH,)s] decompose quantitatively to the corre-
sponding amine R'R"CHNH, and ammonia.42

The interaction of the dinuclear rhodium complex [Rh;.
.(p-N2CHCO; Et)(CO) 2 (dppm) 2] with NaBH, involves the sub-
stitution of the bridging dialkyl ligand by hydride atoms with
formation of [Rhy(p-H),(CO),(dppm),].7¢

The attack by the nucleophile can be directed also to other
highly reactive bonds of the diazoalkane complex. Thus the
reaction of Cp,Nb (Br)(N2.CPhy) 10¢ with MeLi leads to the
formation of the complex Cp,Nb(Me)(N;CPh;y), while the
reaction of Cp,Nb(H) (N,CPh;) 3a with BuLi affords the salt
[Cp2Nb (N.CPhy)]~Lit .3

The reactions of diazoalkane complexes with oxygen-
containing nucleophiles usually proceed with dissociation of
metal —nitrogen or nitrogen—carbon bonds. Thus the inter-
action of complexes of the type (RO);W(N,CR'R”) with
alcohols * led to the formation of the corresponding hydrazones
H,NN=CR’'R”. On hydrolysis in air,3® the diazoalkane com-
plexes of molybdenum and tungsten (Mez; NCS,),(COYM.
(N2CHC¢HsMe-p) la decompose, forming the hydrazone
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(H,NN = CHCgH4Me-p), CO, and (Me;NCS;);MO. The com-
plexes Cpa Nb(H)(N2CPhAr) 33 and Cp,Zr(Cl) (N>CPhAr)
33 35 also hydrolyse readily to the corresponding hydrazone and
oxo-complex (especially in an alkaline medium).

The interaction of the cationic tungsten complexes 12 with an
excess of ButOK leads to the formation 46 of the initial nitrogen
complex 16 (from which complex 15 was obtained) and the
geminal diether 77. It is of interest that the analogous reaction
proceeds differently with MeONa.

[(dppe):BrW(N,CR'R")] + +——
12
lBu‘O
((dppe):BrW—N=N—C(OBu")R'R" ]
1 ButO
[(dppe)zBrW—N'——d\J/—C(OBu‘)R’R” ]

|

[(dppe):BrW(N2)] = + (ButO),CR'R”

l 77
[(d )W(N2) | + ” 1. HBr
ppe)eW(Na)2] + 7 2. OCR'R"
16 or Br,CR'R”

R,R" = H, Me.

The interaction of cationic diazoalkane complexes of
molybdenum and tungsten 12 with strong bases!4* entails the
deprotonation of the diazoalkane ligand, leading to the alkenyl-
diazenide complexes 78. Certain reactions of the alkenyldiazenide
complexes, resulting in the formation of the coupling product 79
and the alkylation product 80 and in the nucleophilic addition of
the a-carbon atom of the diazo-group and of H* to the C=N
bond (compound 81) and the C=0O bond (compound 82)
(Scheme 3), have been investigated.

Schwartz and coworkers !5 17 have described another reaction
of the diazoalkane complexes that is analogous to the Wittig
reaction. The diazoalkanes coordinated to a molybdenum atom
behave in this process as C-electrophiles, which is the opposite of
the behaviour found for the diazoalkanezirconium complexes.

The interaction of the diazoalkane complex 83 with various
alkylidenephosphines afforded the corresponding alkenes 84.
Nitrogen and the free phosphine are then evolved and the
molybdenum complex 85 is formed. The initial diazoalkane
complex 83 can be synthesised from it.

R

R’ /%PPIZU

(MezNCS2)20M O(N 2CPh2)
83
T N;CPh,

Ph R !
— > |+ N + PPhy + OMo(S:CNMe),
Ph R

85
84

The olefins obtained are identical with those formed in the
reaction of benzophenone with alkylidenephosphines. In the case
of the analogous complex of phenylmethyldiazomethane with
asymmetrically substituted alkylidenephosphines, the (Z)- and
(E)-alkenes are formed in approximately the same proportions as
in the classical Wittig reaction [the (Z)-isomer predominates].
However, in contrast to the classical Wittig reaction, the authors
suggest that this reaction be regarded as an oxidation-reduction
process.

The reactions of diazoalkane complexes with alkenes are in
principle similar to the reactions of the carbenes (obtained from
the diazoalkanes) with alkenes (Section II1.2.b). The difference
consists solely in the thermal stability of the diazoalkane
complexes. On heating, diazoalkane complexes usually lose
nitrogen and the carbene (the electrophile) formed thereby adds
to' the C=C double bond; the main reaction product is then a
substituted cyclopropane. For example, the diazofluorene
complexes (Bu'NC);M(N;Fld) 5§ (M = Ni, Pd) react in this
way. The reactions of these complexes with dialkyl maleate
afforded a mixture of the cis- and trans-isomers of the cyclo-
propane derivative produced thereby.!*

Another type of reaction involves the interaction of the
diphenyldiazomethane complexes of iridium and rhodium 8, in
which the diazoalkane ligand is displaced.?%-37

CyH4
N,CPh,

(PPri), XM(N,CPhy) (PPr); XM(C;Ha)

M=1Ir; X=Me.
M =Ph; X =ClL

The replacement of the diazoalkane ligand by another one has
been described also in the reaction of [Rh;(u-N2CRCO3EL).
(CO)(dppm);] (R = H, CO,Et) with CO.7¢

Numerous exchange reactions of other ligands (not diazo-
alkanes) in the diazoalkane complexes of transition metals have
also been described in the literature. However, the description of
these reactions is outside the scope of the present review.

> [(dppe)zFMN2=C(R‘)-—CH=CHR]+

Scheme 3
[(dppe):FM(N;=C(R")—CHR?R%)]* %» [(dppe)FM—N=N—C(R1)=CR?R? ]
12 78
RI,R2,R® = H, R, Ar
1.2 ArNCO
. BF,
[(dppeyFM(N=C(RY)—(CR?R?);—C(R')=N;)MF(dppe)s]>+ <22 | (2RO o [(dppe),FMN;=C(R")—CH(CONHAN): ]*
79 81
lll 1.RX 1.RCHO
[(dppe)FMQN;=C(R)—CRIR?) |+ «2TEBEe | | 2 B0

80

R2=R’=H
82
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V. Conclusion

The review presents and surveys the results of studies of the inter-
action of diazoalkanes with transition metal complexes and the
reactions of the diazoalkane complexes obtained.

The results of these reactions are varied — both as regards the
class of ligands formed from the diazoalkanes and as regards the
type of coordination of the latter. The structure of the product
depends both on the nature of the transition metal and its
valence state and on the nature of the diazoalkane itself.

The interaction of a diazoalkane with a transition metal
complex is usually accompanied either by the addition or insertion
of the diazoalkane itself or of the carbene formed from it.

Apart from the principal structural parameters of the MN,C
fragment, the diazo-complexes have been characterised by their
chemical behaviour —thermal reactions and interaction with
various reagents. The principal differences between the structures
and properties of the diazo-ligands and the free diazoalkanes
have been elucidated.

However, it is essential to note that, as a consequence of the
complexity and great variety of the reactions of diazoalkanes
with transition metal complexes and the reactions of the
products obtained, the studies in this field have been unsystematic
and the results presented are not always sufficiently reliable.

The above reactions can serve as convenient methods of
synthesis of valuable classes of complexes, in the first place
hydrazonate, alkyldiazene, carbene, and alkyl complexes.
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