293

Journal of Organometallic Chemistry, 254 (1983) 293-304
Elsevier Sequoia S.A., Lausanne ~ Printed in The Netherlands

ALLYLSTANNATION

III *, SYNTHESIS OF HOMOALLYLIC ALCOHOLS AND
4-CHLORO-2,6-DIALKYL-3-METHYLTETRAHYDROPYRANS BY
REACTIONS BETWEEN (E /Z)-2-BUTENYLDICHLORO-n-BUTYLTIN AND
ALDEHYDES

ALESSANDRO GAMBARO
Istituto di Chimica Fisica, Via Loredan 2, 35100 Padova (Italy)

ANDREA BOARETTO, DANIELE MARTON and GIUSEPPE TAGLIAVINI*
Istituto di Chimica Analitica, Via Marzolo 1, 35100 Padova (Italy)
(Received February 15th, 1983)

Summary

2-Butenyldichloro-n-butyltin (in various cis /trans isomer ratios) reacts readily
with neat RCHO (R = CH,, C,H,, (CH,),CH, and C¢H,) at 25°C to give (a) linear
alcohols, RCH(OH)CH,CH=CHCH, in the E and Z forms, (b) branched alcohols,
RCH(OH)CH(CH,)YCH=CH, in the threo and erythro forms, and (c) 2,3,4,6-tetra-
substituted tetrahydropyrans (A) as a mixture of cis / trans isomers arising from the
CH(CH,)-CHCI1 bond. The maximum yields of these tetrahydropyrans were ob-

CHCI
CH, CHCHS5
(R = CH; ,CoHsg .(CH3),CH)
R—CH CH—R
\ /
O
(A)

tained by the use of 3—3.5 molar ratios RCHO/tin compound in the absence of
solvents, whereas work-up after reactions in CH,Cl, gave linear alcohols as the main
products. The formation of linear alcohols appears to be stereospecific, as the ratio
of E/Z isomers obtained is the same as that in the organotin compound. Tetrahy-
dropyrans are formed preferentially as the trans isomers.

* For Part I, see ref. 20; for Part II, see ref. 21.

0022-328X /83,/$03.00 © 1983 Elsevier Sequoia S.A.
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Introduction

Addition of allyltins, such as R;SnCH,CH=CH,, R;SnCH,CH=CHCH, and
(CH,=CHCH,),Sn, to aldehydes and ketones requires either high temperatures
[1-3] or catalysis by strong Lewis acids [4-12]. In contrast allylchloro- and
crotylchloro-tins are considerably more reactive [13-22], and addition to a variety of
aldehydes and ketones occurs at room temperature in the air in the absence of
solvent.

Recent work on the addition to aldehydes of crotyl- and a-methylallyl-chlorotin
compounds [18-21], particularly (E/Z)-2-butenylchlorodi-n-butyltin [20] and «-
methylallylchlorodi-n-butyltin [21], has revealed the effectiveness of these substrates
in controlling the stereochemistry of non-rigid open-chain reaction products. It has
also been shown [17] that the allylstannation reactivity increases in the order
AlkR;5n < AlkR,SnX < AlkRSnX, < AlkSnX; (Alk = allyl or crotyl, R = alkyl,
X = halogen); that is, the reactivity of these substrates towards a carbonyl com-
pound increases with the acceptor character of the tin centre.

This paper describes reactions of ( E/Z)-2-butenyldichloro-n-butyltin with al-
dehydes, RCHO (R = CH,, C,H;, (CH,),CH, (CH,),C, C;H;). When R = CH,,
C,H; or (CH,),CH, the conditions can be varied so as to produce either homoal-
lylic alcohols or 4-chloro-2,6-dialkyl-3-methyltetrahydropyrans.

Experimental

Details of the IR and NMR equipment and the preparations of most of the
starting materials have been described previously [4-9]. Mass spectra were obtained
on a VG NM 16F mass spectrometer. GLC analysis were made with a Sigma-3P
Perkin—Elmer apparatus operating with a flame-ionization detector.

Preparation of 2-Butenyl-dichloro-n-butyltin

The compound n-BuSn(C,H,), (C,H, = E-, Z-crotyl and a-methylallyl group)
was first prepared in 60--80% yield by treatment of crotylmagnesium bromide (0.74
mol, from magnesium turnings and commercially available crotyl bromide) with
freshly distilled n-BuSnCl, in a molar ratio of 6/1 in anhydrous diethyl ether; the
product was distilled under reduced pressure at 102-105°C/0.04 mmHg and the
infrared spectrum in the ¥(C=C) range showed three bands, at 1655, 1640 and 1625
cm ™!, corresponding respectively to C,H, groups in the forms: E- and Z-crotyl and
a-methylallyl.

2-Butenyldichloro-n-butyltin was then prepared by redistribution at room tem-
perature between BuSnCl, and the mixture of isomers of BuSn(C,H,); (35 mmol) in
the molar ratio 2 /1. Reaction was complete after 2-3 h, and the products were then
distilled under reduced pressure to give £/Z-n-BuCl,SnCH,CH=CHCH; in 90%
yield, b.p. 103°C/0.07 mmHg (Lit.[6] 92°C /0.06 mmHg). This procedure gave a
product with the crotyl group in only the E and Z forms; the E/Z ratios were
determined by '>C NMR spectroscopy [5,7], and batches of product were prepared
with E/Z ratios in the range 60,40 to 70/30.

Results

Addition reactions
Three procedures were used, as follows:
(Continued on p. 299)



295

‘syuauodwos 2y Jo suondely Teow ay) jussaxdar Yy fy Ty chy  (3x01 295)
uay® Ajensqns un ay) Jo Aipuent Y3 uo paseq st paik (8101 YL , “KPAnsadsar Sy pue HOI(FHD) ‘SHYD 10] Y ] Pu® UM Of “UnL § d1am 2pAYIPE Ay Jo Kouanbaiy
Furysyans O=> a1 jo souereaddestp Joj sawn ay] ‘sisKJoIpAy Aq uonsear syy Jo Furgousnb sy pue syuedeas ayy Jo Suixru Ay usamiaq pouad oy ST sum SMY ,

9 v9 9t $9 9
0 ] vz 9L e LR 9E/¥9 00t H* 3
P 99  ¥¢ 99 7L
0 0 sT SL (67 LEA ve/99 0T *H»D L
144 St ST SL 6T 1L 192
0 v 9 £t e Urr g 0E/0L €Lz HOY'HD) 9
Lz £L €T L 8¢ 29 09
0 6¢ 8P €1 o) o gg LE/€9 €9z  HOY(*HD) 3
8¢ 7L %4 L 8¢ 79 1L
4 or 9% zt €D wrw Og 8c/79 ¥6l  HO*("HD) 4
14 4 05 05 T€ 29 .89
3 0s 3 4 (st skep 1£/69 6T H®D €
w 85 T34 1§ €¢ L9 LL
3081 ] £ sl 79 @ unw ¥E/99 $'12 SH®D 4
10 65 4 8¢ o 09 08
S30RI] T Tt £9 (sD uur g or/09 $'€T ‘HD 1
(%) (%) (%) (%) (% (%)
§1D sundf oayrasg o2y ] Z T
2 001X "X S00IX X 001X TX payouerg 001 'X wour]
‘HO=HD ueakdoapAy S0y 4(%) PRIA one1z/q
- € - 0. B —————— S———
HOMD"HD HAmooY v (8) sponpoad st jo1pAy fHOHO=HD (jourux) o ou
aimxmur jonpoid ay jo uonisodwo)) J0 Junoure oauny  HOUSIIONG OHOY uny

INFATOS 40 FONISAVY
dHL NI STAAHAQTY 40 SINAOWVY ¥VINIATOWINOT HLIM NILTALAE-U-OYOTHIIATANALNE-Z{Z/F) 40 SNOLLOVAY dHL 40 SLINSHH

1478VL



296

.— 0—9.&,.—1 ﬁ_ A4 2> pue g'p

ST SL 0 0L TE 89 €L
0 €€ 9¢ 1€ 67) LES T€/89 0st  HO*(*HD) S1
67 1L ¥E 9 Ig 69 vL
v 1€ 1€ € (87) 49 0£/0L stz HO'(‘HO) 1
S Sy LS & LE €9 6L
S 9T 9 £9 (¥4 skep ¢ 9¢/v9 8T SHD €1
95 b 99 S 24 89 6L
0 9 6 €9 0¢) skep 7 76£/89 ¥8T *H®D 4!
8% SS s 9%  S¢ $9 88
4 L 94 99 ((43) ug 9¢/v9 S0t ‘H®D 11
9% I <3 89 78
0 0 13 L9 (%4 unw Gf 1£/69 6T ‘H®D o1
9 S 8¢ 79 78
£ 0 8T 69 (€€ utw g| 8¢/79 9°5¢ ‘H®D 6
(%) (%) (%) (%) (%) ()
519 suvsj onyrdag oasy Z q
2001 x VX 5001 X £X > 001 X ¢ payouerg  , 001 X 'X Jeaur]
‘HO=HO ueikdospiy sy 4 (%) PRIA oneiz/q
- £ -8119]-010 -09) e _
(HO)HO'HD 191-0I0[YD+ v @ sonpord  s1skjoIpAy *HOHO=HO (jourur) d -ou
a1mxTwr 1onpoid ayy jo uonisodwo)) J0 Junowry joowt  HHUSIIHNG OHOW  uny

YIDYHD NI SHAAHIA'TY 40 SINNOWYV ¥VINDTTOWINOT HLIM NILTALNE-U-OHOTHOIATANILNG-Z(Z/7) 40 SNOLLOVEY FHL 4O SLINSTH
[AC LA AN



297

" 91GEL UI SV , pue o 'Y | SEm SN SISA[OIPAY 93 SUTU [fe J0] ,

¥z 9L ¢4 6L I€ 69 9
8T 9¢ L L ((X») S 61T 1€/69 HD*(*HD) 4
LE €9 €€ L9 ¥9
8% (47 0 sl e S 6'vT 76/39 SHD %4
6€ 19 of oL oL
14 %9 0 €l € S TeT oc/0L SH® 44
8¢ 29 o¢ oL $6
14 ¥8 0 4 ()] £ 69T oc/0L SH® 12
4 9 8¢ 79 88
sooen €9 0 LE €p z $'67 9e/¥9 SH® (174
13 LS 143 8y 8¢ 79 €L
0 € S 09 sv) Sl Ly 8€/79 SH®D 6l
(47 8¢ 9% S pE 99 LL
0 ¥T €l £9 (4] I ST $£/99 SH® 81
44 9 ve
9 [43 0 v o 9 o€ €6/L9 ‘HD Ll
sy S L9
0t +9 0 9 € S'E 0t £E/L9 ‘HO 91
(%) (%) (%) %) (@) (%)
hw.U SUDL ..N Qk-:bm QN&-\ ..N N m
001X "X 001 % £X 001 % ¢X poyouerg 001 X 'X Tesur]
£(OHOY) ° ° ° : onrex Te[opy
apAyopie ueikdoipAy S G (BIPPIA T oug
oSuswu | -e1191-010[YO-f -091y (@) sonpoxd 2yng (ourw) onerz/g X ou
amyxtu npoid oy jo womsodwo)  Jo Junowry /OHOY¥ THOHO=HO'HOUS IONd OHOY uny

SOLLVY dVTOW SNOIIVA NI SHAAHAATY HLIM NILTALNE-U-04OTHIIA-TANALNE-Z{(Z/7) 40 SNOLLOVHY FHL 40 SLTNSTA
£ 414VL



298

w0y §12 93 IO $'07 "] P81 ‘(LY (1¥ PUR WHOJ sups 3 0] §0T ‘LRI ‘TR ‘6L 118 Punoy usaq sary Kztow LHTH-1 ay ur sdnoad CY0y sy jo sypys [eonmoy)

O
SN
2 mi.;iInwvm 9HD ¥ 9
€ z
€ "HO-—HDE G*HD
‘ v
s

4
'spmbry aind jo SN I [ewssur woly wdd |

0L9 $9L 2 T0g v'z8 0'sE $°Z9 6'S I'LE 2 TEE 868 1D (90 (9.0
8¢ 73 2 76T €19 90p 069 £l €Ty 2 (413 ¥'s8 supdf HO—%(*HD)
§99 08L 66 1'6T L'8L I'Lg 079 19 76t L6 v'97 ¥18 51 90 (.9.7)
08s osL 001 067 LLL £cy €49 =41 9ty S0l v97 68 suvdy THO—HD
$H9 8L $1z T'EL 98¢ $19 g's 1oy 161 1'sL 51D 9.7
€96 497 [ 14 T I'sy L'€Y Lyl 59 00z 0'8L supd ‘HO
ey Teuojenby “9 9 9 ¢ % £ € T z 4 o
(;u) (1D-D) Swole uoqre) 1aWos| dH.L oJoyD

¢ SNYYAJOUMUAHVIIALOYOTHI ¥ AFYVdddd FHL 40 (. u) SFIONANOTE A (1D-0)4 ANV » SLATHS TVIINTHD YN €1-NOFEVD
y 41dVL



299

(i) Equimolecular amounts (20-30 mmol) of (E/Z)-BuCl,SnCH,CH=CHCH,
and carbonyl compound were mixed at 0°C. The solvent-free mixture was stirred
and allowed to reach a constant temperature of 25°C. The progress of the reaction
was monitored by infrared spectroscopy using liquid cells (0.1 or 0.2 mm path, KBr
optics). When the complete disappearance of the C=0 stretching band in the range
1700-1750 cm ™' showed that reaction was complete, 2 M aqueous Na,COQ, (10-15
ml) was added and the products were extracted with diethyl ether. Volatile com-
pounds were distilled off under vacuum into a cold trap (liquid nitrogen); the
solvent was then distilled off and the residue analyzed. The results are summarized
in Table 1 and show that three main products were obtained: (a) linear alcohols,
RCH(OH)CH2CH=CHCH3, in the E and Z isomeric ratio, {b) branched alcohols,
RCH(OH)CH(CH,)CH=CH,, in the threo and erythro forms, and (c) 4-chloro-2,6-
dialkyl-3-methyltetrahydropyrans with R = CH,;, C,Hs and (CH;),CH. In some
experiments a small amount of 1-buten-3-ol was obtained.

(i) Equimolecular amounts (25-35 mmol) of the organotin and carbonyl com-
pounds were mixed in 40 ml CH,Cl, and the subsequent procedure was then as in
(i). The main products obtained, summarized in Table 2, are the same as those
obtained by procedure (i). The composition of the mixtures depend upon the time of
hydrolysis.

(iii) Organotin compound (25-40 mmol) was mixed with carbonyl compound in
various molar ratios from 1 to 6. The products were recovered as above after
hydrolysis with 2 M aqueous Na,CO;; the results are summarized in Table 3 and
show that trimeric aldehyde is recovered when the ratio RCHO/BuCl,SnCH,CH
=CHCH, is > 3.

Characterization and analysis of products

All the compounds isolated were identified by '>C NMR spectroscopy. The '*C
NMR spectra of the Z-linear and branched alcohols have been previously reported
[20,21]. The "*C chemical shifts for the tetrahydropyrans and E-carbinols are given
in Table 4 and 5. The NMR spectra and the IR patterns show that the tetrahydro-
pyrans are obtained as mixtures with cis / trans isomerism about the CH(CH,)-CHCI
bond. As an example Fig. 1 shows the NMR spectrum of the 4-chloro-2,3,6-trimeth-
yltetrahydropyran. Chemical shifts for trimeric aldehydes are as follow: (CH,CHO);,

TABLE 5
CARBON-13 NMR CHEMICAL SHIFTS ¢ OF THE PREPARED E-CARBINOLS*

Carbinols Carbon atoms
1 2 3 4 5 6 6’ 7

1 2 3 4 5 6 7
CH,CH=CHCH,CH(OH)CH,CH, 18.1 127.1 128.3 407 73.0 29.6 10.1

1 2 3 4 5 6 & 7
CH,CH=CHCH,CH(OH)CH(CH,)CH, 174 1268 1286 379 760 331 179 186°

1 2 3 4 5 6
CH,CH= CHCH, CH(OH)C (H; 200 ¢ q 426 737 1442

% ppm from internal TMS of pure liquids. ® For '*C NMR data of Z-carbinols see ref. 21. “ These
assignments between 7 and 6’ should possibly be inversed.  Carbon 2 and 3 and the phenylic carbons
resonate in the same range, 126-128 ppm.
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6' (trans + cis)

IRV N .. .

4 1 L L "

60 30 0
ppm from internal TMS

Fig. 1. *C NMR spectrum of the 4-chloro-2,3,6-trimethyltetrahydropyran. The higher intensity lines are
due to the trans-isomer. (For figures of the carbon atoms, see Table 4, footnote b).

20.7 and 98.1; (CH,CH,CHO),, 7.8, 27.8 and 102.0; ((CH;),CHCHO),, 16.7, 32.6
and 104.8 ppm. The tetrahydropyrans were further characterized by mass spectrom-
etry of separated, purified samples. Mass spectra were measured at 20 eV; samples
were introduced directly into the ion source (150°C) and no pyrolysis was apparent.
The spectra are consistent with the assumed structures, showing parent ion peaks
with m/e =162 (R =CH,), 190 (R =C,H;) and 218 (R =(CH,),CH) for ions
containing **Cl, and with m/e =164, 192 and 220 for ions containing *’Cl with
relative intensities of 3/1. Ion fragments formed by loss of R are observed with
m/e = 147 and 149, 161 and 163, 175 and 177 with correct intensity ratios.
Analysis of the mixtures was based on integrated intensities of the appropriate
13C NMR signals, in some cases supplemented by GLC analysis (2 m column, 1/8
inch i.d., filled with SE30, 7; 250°C, 7, 270°C and 7, 150°C, gas rate 20 ml/min)
which showed two well resolved peaks, corresponding to trans- and cis-isomers.
Retention times were 3'0” and 324" (R = CH,), 6’50” and 750" (R = C,H,),
11’45 and 13'50” (R =(CH,),CH); these times are in agreement with those
reported for 3-chloro-2-n-butyltetrahydro-pyrans and related compounds [23]. The
area ratios are consistent with those of the integrated '*C signals if the lower
retention times are those of the trans forms. This is also in line with the IR spectra of
this family of compounds [24], for which the C-Cl stretching absorption consists of
four bands arising from the equatorial and axial positions of the Cl (cf. Table 4).

Discussion

There is an important difference between the product of the reactions of al-
dehydes with the substrate BuCl,SnCH,CH=CHCH,, now reported, and those
previously reported with the substrates Bu,;SnCH,CH=CHCH, [2], Bu,Cl-
SnCH,CH=CHCH, [20] and Bu,CISnCH(CH,)CH=CH, [21). In these systems
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complete allylic rearrangements are observed, and homoallylic alcohols are the sole
products; furthermore these reactions have a common pattern independent of R in
RCHO.

In the reactions now reported allylic rearrangement is not complete, since not
only linear alcohols but also heterocyclic compounds such as tetrahydropyrans are
isolated. The nature and proportion of products obtained are also strongly depen-
dent on the aldehyde used (cf. Tables 1-3). In particular, PhCHO (cf. Table 1) does
not yield tetrahydropyrans and (CH,),;CCHO does not react at all, even at higher
temperatures (50-80°C).

The results in Table 2 show that careful work-up after reaction in a solvent
(CH,Cl,) with short hydrolysis time can restrict the products exclusively to homoal-
lylic alcohols, (see runs 9 and 10). An increased hydrolysis time leads to an increased
yield of tetrahydropyrans at the expence of branched alcohols. Figure 2 depicts this
behaviour in the case of C,H;CHO.

The formation of tetrahydropyrans 1is associated with increased
RCHO/BuCl,SnCH,CH=CHCHj, ratio up to a molar ratio of about 3/1, after
which the yield of pyran is lower because of the competing formation of trimeric
aldehyde (see Fig. 3).

The stereochemistry of the products is little affected by variation of the condi-
tions. Reactions leading to linear alcohols appear to be stereospecific since the E/Z
ratios in the products are the same as in the organotin substrates. The tetrahydro-
pyrans are also formed preferentially as trans-isomers, and this effect increases as R
in RCHO changes: CH, < C,H; < (CH,),CH; a prolonged hydrolysis time (Table 1
runs 1, 2, 3; Table 2 runs 11, 12, 13), however, leads to more nearly equal amounts
of cis- and trans-isomers.

In the light of the observed stereochemistry we can tentatively discuss possible
mechanisms for the main reactions. The linear alcohols are not produced via an
exocyclic transition state formed from the carbonyl compound and rearranged
substrate =SnCH(CH,)CH=CH, [25,26], since (a) no reaction is observed with the
aldehyde (CH,),CCHO, and (b) there is no cis-preference such as has been observed
with other systems involving an a-methylallyl moiety [21]. Moreover, the reduced
yields of linear alcohols from (CH,),CHCHO (Table 1 runs 4-6, Table 2 runs 14

880t
>
& o 0 = - — o
£60r
q
o4
u.
0:100'
< o
3 f [ .
W e
o Tl [
}/ Al — T 1
1 2 4

3
TIME OF HYDROLYSIS (DAYS)

Fig. 2. Dependence of the product composition on the hydrolysis time for the system
BuCl,SnCrot /C,H;CHO in CH,Cl,, runs 9-13 of Table 2. — — — Linear alcohols; - - - - - - branched
alcohols; -+ —-— 4-chloro-2,6-diethyl-3-methyltetrahydropyran; 1-buten-3-ol.
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Fig. 3. Dependence of the product composition on the C,H;CHO/BuCl,SnCH,CH=CHCH; molar
ratio in absence of solvent: runs 18-23 of Tables 3. —---~ 4-Chloro-2,6-diethyl-3-methyltetrahydro-

pyran; — — — linear alcohols; - - - - - - branched alcohols; trimeric aldehyde (C,H;CHO),.

and 15, and Table 3 run 24) suggest the operation of steric effects. Only a
four-centre transition state can account for both the steric effects and stereospecific-
ity of the reaction 1.

{7 CI\ /CI
(E/Z)-‘BLIC|ZSHCH2CH:CHCH3 + RCHO 1 Busn CHZCH:CHCH3J

Nk

(E/Z )—R—=CH —— CH,CH==:CHCH,

addition hydrolysis

OSnBuCl,
——=—(£/Z)~R~—~CH~—CH,CH==CHCH, + HOSnBu.Cl,

OH

The branched alcohols, however, may be formed via an exocyclic transition state,
as proposed [20,21] for other organotin substrates (eq. 2).

CH2
(E/Z)—BUCI SnCH CH._CHCH + RCHO BuSn CH
o : H
O\C/ CHCH3
PN
R H

hydrolysis
addition R—~CH—-—CH——CH—'CH YITOYSE o (2

OSnBuCl,
(n
—————m=—(threo /erythro) — RCH—CHCH===CH, + HOSnBuCl,

OH  CH,

The path by which tetrahydropyrans are formed remains to be considered. This
reaction may be similar to the condensation of 1-olefins with formaldehyde [27] (the
Prins reaction) or a modification in which 1-olefins condense with aldehydes and
hydrogen halides to give 4-halo-3-alkyltetrahydropyrans [28—33]. In the present case
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formation of tetrahydropyrans occurs at the expense of branched alcohols (see Fig.
2), which are hydrolysis products of 1-olefin adducts I (see eq. 2). Branched alcohol
formation is also reduced by use of excess aldehyde, confirming the relationship
between tetrahydropyrans and l-olefin adducts. Moreover, when RCHO/
BuCl,SnCH,CH=CHCH, > 2 allylic rearrangement through reaction 2 seems to be
favoured over the reaction involving the four-centre transition state (eq. 1, see also
Fig. 3). Another feature is the formation of the trimeric aldehyde in competition
with that of the tetrahydropyran. Both these products may be formed by repeated
insertion of aldehyde into the Sn—O bond of 1-olefin adducts I. This hypothesis is in
accord with the existence of many additions of the Sn—-O bond to activated
unsaturated organic molecules [34-37}; in the present case the activated centre is the
tin atom, which is a very good electrophilic site.

We tentatively propose the reaction scheme 1. In this scheme two competitive

SCHEME 1
CH,
Cl,BUSNOCH CHCH=—=CH,
()
+ RCHO
R R CH,4
Cl,BUSNOCHOCH— CHCH===CH,
+ RCHO (m

Cl,BuSN+0—CH);—CH— CH===CH,

AN
(m) CI/ X\\QH

R
| o
R CH S~ch—
| | 3 Bu //CEH \

€l CHICH3)
ClBuSn— CH,— CH=—CHCH, ‘
/CHCI
CH, CH—CH,
+ : (BuCiSnO) + |
R— CH CH—R
\O/
o
R—HC~ \CI:H—R
o) o
/
en
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processes operate: the adduct III can give rise to trimeric aldehyde whereas adduct
IT can collapse, through an intramolecular rearrangement, to the tetrahydropyran. A
large excess of aldehyde favours the formation of III and, under these conditions,
trimeric aldehyde is obtained in high yields, and furthermore these yields are related
to the ability of the aldehyde to trimerize [38,39], that is: CH;CHO > C,H,CHO >
(CH;),CHCHO. When this ability is very low, as for C;H,CHO, the initial insertion
to I appears to be inhibited.

Acknowledgements

We thank Prof. Douglas Graddon for a critical reading of the manuscript and the
C.N.R. (Rome) for financial support under the “Progetto finalizzato del CNR per la
Chimica Fine e Secondaria”.

References

K. Konig and W.P. Neumann, Tetrahedron Lett., (1967) 495.

C. Servens and M. Pereyre, J. Organomet. Chem., 35 (1972) C20.

G. Daudeé and M. Pereyre, J. Organomet. Chem., 190 (1980) 43.

Y. Naruta, S. Ushida and K. Maruyama, Chem. Lett., (1979) 919.

K. Maruyama and Y. Naruta, J. Org. Chem., 43 (1978) 3796.

A. Hosomi, H. Iguchi, M. Endo and H. Sakurai, Chem. Lett., (1979) 977.

I. Fleming, Synthesis, (1979) 761.

Hosomi and H. Sakurai, Tetrahedron Lett., (1976) 1295.

. Yatagai, Y. Yamamoto and K. Maruyama, J. Am. Chem. Soc., 102 (1980) 4548.

Yamamoto, H. Yatagai, Y. Naruta and K. Maruyama, J. Am. Chem. Soc., 102 (1980) 7107.

. Koreeda and Y. Tanaka, Chem. Lett., (1982) 1299.

. Koreeda and Y. Tanaka, Chem. Lett., (1982) 1297.

. Taghavini, V. Peruzzo, G. Plazzogna and D. Marton, Inorg. Chim. Acta, 24 (1977) L47.
Tagliavini, V. Peruzzo and D. Marton, Inorg. Chim. Acta, 26 (1978) L41.

Peruzzo and G. Tagliavini, J. Organomet. Chem., 162 (1978) 37.

Peruzzo, G. Tagliavini and A. Gambaro, Inorg. Chim. Acta, 34 (1979) L263.

Gambaro, V. Peruzzo, G. Plazzogna and G. Tagliavini, J. Organomet. Chem., 197 (1980) 45.
Gambaro, D. Marton, V. Peruzzo and G. Tagliavini, J. Organomet. Chem., 204 (1981) 191.
Gambaro, D. Marton and G. Tagliavini, J. Organomet. Chem., 210 (1981) 57.

Gambaro, D. Marton, V. Peruzzo and G. Tagliavini, J. Organomet. Chem., 226 (1982) 149.
Gambaro, P. Ganis, D. Marton, V. Peruzzo, G. Tagliavini, J. Organomet. Chem., 231 (1982) 307.
Muhaiyama, T. Harada and S. Shoda, Chem. Lett., (1980) 1507.

Crombie and S.H. Harper, J. Chem. Soc., (1950) 1707.

G. Descotes, D. Sinou and J.C. Martin, Bull. Soc. Chim. France (1970) 3730.

J.A. Verdone, J.A. Mangravite, N.M. Scarpa and H.G. Kuivila, J. Am. Chem. Soc., 97 (1975) 843.
E. Matarasso-Tchriroukine and P. Cadiot, J. Organomet. Chem., 121 (1976) 155.

E. Arundale and L. Mikeska, Chem. Rev., 51 (1952) 505 and ref. therein.

P.R. Stapp and D.S. Weinberg, J. Org. Chem., 34 (1969) 3592.

P.R. Stapp, J. Org. Chem., 34 (1969) 479.

A.A. Gevorkian, P.1. Kazaryan and R.S. Mkrtchyan, Arm. Khim. Zh., 28 (1975) 508.

P.I. Kazaryan and A.A. Gevorkian, Arm. Khim. Zh., 27 (1974) 35.

J. Colonge and P. Boisde, Bull. Soc. Chim. France, 21 (1956) 824.

K. Nishiura, T. Tagano, Y. Wada, S. Tanimoto, M. Okano, Bull. Soc. Chem. Japan, 53 (1980) 1376.
A.J. Bloodworth and A.G. Davies, Chem. Comm., (1965) 24.

A.G. Davies and W.R. Symes, Chem. Comm., (1965) 25.

A.G. Davies and W.R. Symes, J. Chem. Soc. C, (1967) 1010.

A.J. Bloodworth, A.G. Davies and S.C. Wasishitha, J. Chem. Soc., (1967) 1309.

J. Furukawa and T. Sagura, Polymerization of aldehydes and oxides, Wiley, New York, 1963, and ref.
therein.

39 O. Vogl, Makromol. Chem., 175 (1974) 1281.

ANV B W N -

W W W W W W W W AR R RN R R R B e e e e e s e e
RO AL BE WD~ OV -AUEAE WN=OWOo-INWAEWN—OWw
FHP PP PP LC00EERIP



